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GENERAL INTRODUCTION TO THE SERIES. 


During the past few years the civiKsed world has begun to realise the 
advantages accruing to scientific research, with the result that an ever- 
increasing amount of time and thought is being devoted to various 
branches of science. 

No study has progressed more rapidly than chemistry. This 
science may be divided roughly into several branches : namely, Organic, 
Physical, Inorganic, and Anal 3 rtical Chemistry. It is impossible to 
write any single text-book which shall contain within its two covers a 
thorough treatment of any one of these branches, owing to the vast 
amount of information that has been accumulated. The need is rather 
for a series of text-books dealing more or less comprehensively with 
each branch of chemistry. This has already been attempted by 
enterprising firms, so far as physical and analytical chemistry are 
concerned; and the present series is designed to meet the needs of 
inorganic chemists. One great advantage of this procedure lies in 
the fact that our knowledge of the different sections of science does not 
progress at the same rate. Consequently, as soon as any particular 
part advances out of proportion to others, the volume dealing with 
that section may be easily revised or rewritten as occasion requires. 

Some method of classifying the elements for treatment in this way 
is clearly essential, and we have adopted the Periodic Classification 
with slight alterations, devoting a whole volume to the consideration 
of the elements in each vertical column, as will be evident from a glance 
at the scheme in the Frontispiece. 

In the first volume, in addition to a detailed account of the elements 
of Group 0, the general principles of Inorganic Chemistry are discussed. 
Particular pains have been taken in the selection of material for this 
volume, and an attempt has been made to present to the reader a 
clear account of the principles upon which our knowledge of modern 
Inorganic Chemistry is based. 

At the outset it may be well to explain that it was not intended 
to write a complete text-book of Physical Chemistry. Numerous 
excellent works have already been devoted to this subject, and a 
volume on such lines would scarcely serve as a suitable introduction 
to this series. Whilst Physical Chemistry deals with the general 
principles applied to all branches of theoretical chemistry, our aim 
has been to emphasise their application to Inorganic Chemistry, with 
which branch of the subject this series of text-books is exclusively 
concerned. To this end practically all the illustrations to the laws 
and principles discussed in Volume I. deal with inorganic substances. 

Again, there are many subjects, such as the methods employed in 
the accurate determination of atomic weights, which are not generally 
regarded as forming part of Physical Chemistry. Yet these are 
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subjects of supreme importance to the student of Inorganic Chemistry 
and are accordingly included in the Introduction. 

Hydrogen and the ammonium salts are dealt with in Volume II., 
along with the elements of Group I. The position of the rare earth 
metals in the Periodic Classification has for many years been a source 
of difficulty. They have all been included in Volume IV., along with 
the Elements of Group III., as this was found to be the most suitable 
place for them. 

Many alloys and compounds have an equal claim to be considered 
in two or more volumes of this series, but this would entail unnecessary 
duplication. For example, alloys of copper and tin might be dealt 
with in Volumes II. and V. respectively. Similarly, certain double 
salts — such, for example, as ferrous ammonium sulphate — might very 
logically be included in Volume II. under ammonium, and in Volume IX. 
under iron. As a general rule this difficulty has been overcome by 
treating complex substances, containing two or more metals or bases, 
in that volume dealing with the metal or base which belongs to the 
highest group of the Periodic Table. For example, the alloys of copper 
and tin are detailed in Volume V. along with tin, since copper occurs 
earlier, namely, in Volume II. Similarly, ferrous ammonium sulphate 
is discussed in Volume IX, under iron, and not under ammonium in 
Volume II, The ferro-cyanides are likewise dealt with in Volume IX. 

But even with this arrangement it has not always been found easy 
to adopt a perfectly logical line of treatment. For example, in the 
chromates and permanganates the chromium and manganese function 
as part of the acid radicles and are analogous to sulphur and chlorine 
in sulphates and perchlorates ; so that they should be treated in the 
^’olume dealing with the metal acting as base, namely, in the case 
of potassium permanganate, under potassium in Volume II. But the 
alkali permanganates possess such close analogies with one another 
that separate treatment of these salts hardly seems desirable. They 
are therefore considered in Volume VIII. 

Numerous other little irregularities of a like nature occur, but it is 
hoped that, by means of carefully compiled indexes and frequent cross- 
referencing to the texts of the separate volumes, the student will 
experience no difficulty in finding the information he requires. 

Particular care has been taken with the sections dealing with the 
atomic weights of the elements in question. The figures given are not 
necessarily those to be found in the original memoirs, but have been 
recalculated, except where otherwise stated, using the following 
fundamental values : 

Hydrogen = 1 ’00762. Oxygen = 16-000. 

Sodium = 22-996. Sulphur = 62*065. 

Potassium = 39-100. Fluorine = 19-015. 

Silver = 107*880. Chlorine = 35-457, 

Carbon = 12*003. Bromine = 79*916. 

Nitrogen = 14-008. Iodine = 126-920. 

By adopting this method it is easy to compare directly the results of 
earlier investigators with those of more recent date, and moreover it 
renders the data for the different elements strictly comparable through- 
out the whole series. 

Our aim has not been to make the volumes absolutely exhaustive, 
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as this would render them unnecessarily bulky and expensive ; rather 
has it been to contribute concise and suggestive accounts of the various 
topics, and to append numerous references to the leading works and 
memoirs dealing with the same. Every effort has been made to render 
these references accurate and reliable, and it is hoped that they will 
prove a useful feature of the series. The more important abbreviations, 
which are substantially the same as those adopted by the Chemical 
Society, are detailed in the subjoined lists, pp. xvii-xix. 

The addition of the Table of Dates of Issue of Journals (pp. xxi-xxviii) 
will, it is hoped, enhance the value of this series. It is believed that 
the list is perfectly correct, as all the figures have been checked against 
the volumes on the shelves of the library of the Chemical Society by 
Mr. F, W. Clifford and his staff. To these gentlemen the Editor and 
the Authors desire to express their deep indebtedness. 

In order that the series shall attain the maximum utility, it is 
necessary to arrange for a certain amount of uniformity throughout, 
and this involves the suppression of the personality of the individual 
author to a corresponding extent for the sake of the common welfare. 
It is at once my duty and my pleasure to express my sincere appre- 
ciation of the kind and ready manner in which the authors have 
accommodated themselves to this task, which, without their hearty 
co-operation, could never have been successful. Finally, I wish to 
acknowledge the unfailing courtesy of the publishers, Messrs. Charles 
Griffin & Co., who have done everything in their power to render the 
work straightforward and easy. 

J. NEWTON FRIEND. 

SepteTnher 1928. 




PREFACE. 


The present book aims at giving a tolerably complete account of the 
preparation and properties of the organic compounds of the elements of 
Groups I. to IV. of the Periodic Classification. Except in the case of 
mercury, no monograph has appeared in any language which deals with 
the organic compounds derived from the elements of these groups. 
The term organometalUc as used in this volume is applied only to com- 
pounds containing a second element directly linked to carbon, and 
excludes those where the element is linked via oxygen or nitrogen, as well 
as double compounds of organic substances with inorganic salts. In 
spite of these omissions, the present volume gives an account of approxi- 
mately 2300 compounds. In order to make the book as complete as 
possible, the preparation of all key compounds has been given in detail, 
and it may be used as a treatise on practical organic chemistry. Since 
it has been necessary to cover so much ground no systematic attempt 
has been made to enter into theoretical aspects of the subject, but by 
endeavouring to include all known compounds chemists will be able to 
make valuable comparisons of the compounds of the various elements, 
which was hitherto impossible without consulting a vast amount of 
original literature. To make the text more readable, physical constants 
of large series of compounds have been placed in the Appendix, and 
throughout the book greater attention has been paid to physical pro- 
perties generally than is usual in this type of book. The Authors’ 
experience has shown that such data would have been very useful in 
their own research work if it had been available in book form. 

In conclusion, the Authors wish to thank the Editor, Dr. J. Newton 
Friend, for his invaluable help in reading the whole of the manuscript 
and proofs, to Messrs. Flack and Smith of the Library of the University 
of Birmingham, for giving the Authors free access to any portion of 
the Library, and to E. Masters, B.Sc., A.R.C.S., for lending the Authors 
his copies of the Journal of the American Chemical Society. Reprints 
of original papers dealing with organometallic compounds will be 
thankfullv received by the Authors. 

A. E. GODDARD. 

D, GODDARD. 


Septeinb&r 1928. 
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CHAPTER I. 

ORGANOMETALLIC DERIVATIVES OF THE 
ELEMENTS OF GROUP I. 

The three elements lithium, sodium, and potassium bear little re- 
semblance to copper, silver, and gold in their inorganic derivatives ; but, 
with the exception of gold, they show more resemblance in their organo- 
metallic compounds. 

Lithium, sodium, rubidium, and caesium form two types of com- 
pounds, (1) RM, (2) R3CM, whilst potassium only gives type (2). 
Lithium and sodium derivatives of type RM are prepared by treating 
the corresponding mercury alkyls or aryls with the metal in dry benzene 
or ligroin. Rubidium and caesium, however, are obtained by interaction 
of the metal and zinc alkyls. Lithium methyl is best isolated from 
lithium ethyl and mercury dimethyl in gasoline solution. The most 
striking property of these metals is their affinity for oxygen, and this 
property is also exhibited in their organo compounds for they are in- 
flammable in air. The lithium compounds are more crystalline than 
those of sodium, but the latter are more insoluble in indifferent solvents. 
It is interesting to note that whilst lithium and its inorganic salts colour 
the flame red, lithium phenyl burns with a yellow flame. 

Schlenk and Marcus in 1914 ^ found that triphenylmethyl chloride 
reacted with sodium amalgam in dry ether solution, when the operation 
was carried out in an atmosphere of nitrogen. The resulting com- 
pound, sodium triphenylmethyl, was a brick-red mass, decomposed by 
moisture or carbon dioxide. Kraus and Kawamura in 1923 ^ showed 
that triphenylmethyl chloride reacts with sodium and potassium in 
liquid ammonia, but that the potassium compound is more stable than 
the sodium derivative. A number of compounds similar in structure 
to triphenylmethyl have since been shown to give similar reactions. 
Rubidium and caesium also form similar derivatives.® 

Copper, silver, and gold are contrasted with the three foregoing 

^ Schlenk and Marcus, -Ben, 1914, 47 , 1664. 

® Kraus and Kawamura, /. Amer, Chem. Boc., 1923, 45 , 2756. 

® Grosse, Ben, 1926, 59 , 2652. 

3 
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elements in being stable towards air, water, and some acids, and in these 
respects bear some analogies to the metals of Group VIII. In organo- 
metallic chemistr^^ this likeness is only shared by gold, since this is the 
only element that forms stable compounds. Copper and silver phenyls 
have been reported by several investigators, but they are very unstable 
compounds and little is known about their general behaviour. It will 
be noted that this instability is shared by the phenyl derivatives of the 
alkali metals. 

Gold ^ forms two tervalent types of compounds, RMXg, 

both of which are fairly stable solids. Type R^MX shows the analogy 
between gold and thallium, the latter metal giving only this type of 
organic compound; moreover, no monovalent derivatives of gold or 
thallium have been isolated. Diethylauric bromide is prepared by the 
interaction of auric bromide and magnesium ethyl bromide, and this 
substance is changed to the second type by treating it with bromine in 
chloroform solution, the halogen replacing one of the ethyl groups. 
Both com]30unds precipitate silver bromide from solutions of silver 
salts, and the diethylauric bromide forms an addition compound with 
ammonia, when warmed with its aqueous solution. No aryl derivatives 
of gold have yet been obtained, although when isolated they will be 
found to be quite stable, and probabl}^ have no melting-point below 
300° C., like the corresponding thallium compounds. 

LiTHimf.2 

The lithium alkyls resemble the sodium alkyls in being colourless 
compounds, but are contrasted to them in being to some extent 
crystalline. With the exception of the diflRcultly soluble lithium methyl, 
they are readily soluble in benzene without decomposition. 

Lithium methyl, LiCHg or LiMe. — When a benzene solution of 
lithium ethyl and a gasoline solution of mercury dimethyl are mixed, a 
white microcrystalline powder immediately separates, in accordance 
with the equation : 

2LiEt +HgMe 2 ==2LiMe +HgEt g 

soluble soluble insoluble soluble. 

In the dry state the compound is completely colourless, in air it inflames, 
burning with explosive violence. The flame is red and accompanied by 
a shower of yellow sparks. 

Lithium ethyl, LiCgH^, is prepared by the interaction of mercury 
diethyl and metallic lithium in benzene or ligroin solution. It forms 
thick, clear, hexagonal plates, melting at 95° C. in a nitrogen atmo- 
sphere ; at higher temperatures volatilising and condensing in the cooler 
parts of the apparatus in drops, which soon solidify. It is somewhat 
soluble in benzene or gasoline, but when exposed to the air the body 
inflames and burns with the red lithium flame. Lithium ethyl reacts 
with triethyl-n-butylammonium bromide to give triethylamine and 
diethyl-n-butylamine, and with tetraethylammonium bromide to give 
ethane and ethylene. ^ 

Lithium n -butyl, LiQHg, with tetraethylammonium bromide 

1 Pope and Gibson, Trans. Qhem. Soc., 1907, oi, 2061, 

2 Schlenk and Holtz, Ber., 1917, 50, 262. 

3 Hager and Marvel, J. Amer. Gkem. 80 c., 1926, 48, 2689. 
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yields triethylamine ; with triethylbenzylammonium bromide it gives 
diethylbenzylamine ; with tri-n-butyl-n-heptylammonium iodide it 
forms di-n-butyl-n-heptylamine. The following reactions witli lithium 
n-butyl have been carried out,^ the reacting substance being given first 
and the products of the reaction shown in brackets : n-heptyl bromide 
(n-undecane) ; methylene iodide (n-nonane); jff-bromostyrene (phenyl-1- 
hexene-1, trans-trans isomer of diphenyl-1 -i-butadienc-l -3 (?)) ; tri- 
phenylchloromethane (triphenylmethyl peroxide, triphenyl-1 : 1 : 1- 
pentane) ; o-, m-, p-bromotoluene (toluene). 

Lithium iso -amyl,^ LiCgHn, reacts with triethyl-n-butylammonium 
bromide to give diethyl -n-butylamine and lithium n-heptyl, with tetra- 
n-butylammonium iodide to form tri-n-butylamine, a trace of a hydro- 
carbon and possibly n-heptane. 

Lithium phenyl, Li.CgHs or LiPh,^ may be i^repared from mercury 
diphenyl and metallic lithium or lithium ethyl and mercury diphenyl. 
In the dry state it is a pure white, microcrystalline powder, which burns 
ill air with a yellow flame, not a red lithium flame. 

Lithium triphenylmethyl, LiCPh^,^ is jirepared by treating 1 mol. 
of triphenylmethyl chloride in anhydrous ether with 6 mols. of lithium in 
the form of 0-5 per cent, amalgam, in a specially designed flask. It is an 
orange-red powder and forms a stable etherate, Li.CPh3.2Et20. When 
acted upon by water in the absence of air it decomposes according to the 
equation : 

Li.CPha +H 2 O =LiOH -fCPhsH 
Sodium. 

The first attempt to obtain sodium alkyls was due to Wanklyn,^ but his 
work only led to the formation of sodium-zinc-ethyl double compounds. 
Schorigin ® was also unsuccessful in obtaining pure products, whilst 
Acree ^ described a body which he considered to be sodium phenyl, but 
this was afterwards refuted by Hilpert and Griittner.® 

The sodium alkyls in the pure state are colourless, amorphous, in- 
soluble powders, in indifferent solvents. They decompose when heated 
to the melting-point. They are extremely inflammable in air, the in- 
flammability decreasing with rising molecular weight of the alkyl 
residues. Sodium octyl is susceptible to oxygen, large particles igniting 
in air.® 

Sodium methyl, NaCHg or NaMe. — Sodium chips are placed in dry 
ligroin (B.pt. 80® C.), and all air displaced by dry, oxygen-free nitrogen. 
The requisite amount of mercury dimethyl is then added and the 
temperature maintained at 65° C. After several days the product is 
obtained as a white powder. 

Sodium ethyl, NaCgHg, is prepared in a similar manner,^® but the 

1 Marvel, Hager, and Coffman, J. Amer. Ohem. Soc,, 1927, 49, 2323. 

* Hager and Marvel, loc, cit 

® ScMenk and Holtz, Ber., 1917, 50, 262. 

* Grosse, Ber,, 1926, 59, [B], 2652. 

® WanJdyn, Anmlen, 1858, 107, 125 ; 1858, 108, 68 ; 1859, in, 234; 1866, 140, 211. 

® Schorigin, Ber,, 1908, 41, 2717 ; ibid,, 1910, 43, 1931. 

’ Acree, J, Atner, Ohem, Soc., 1903, 29, 590. 

® Hilpert and Griittner, Ber,, 1913, 46, 1679. 

® Schlenk and Holtz, Ber,, 1917, 50, 262. 

See Schorigin, Ber., 1910, 43, 193 i; ibid,, 1923, 56, [BJ, 176. 
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reaction is complete in one to two hours. Sodium propyl and n-Octyl 
have also been obtained. 

Sodium phenyl, NaC^Hg, formed from mercury diphenyl, exhibits 
the same properties as the alkyls. 

Sodium benzyl, CgH 5 .CH 2 .Na. — Unlike the preceding compounds, 
sodium benzyl is isolated as an intense red, crystalline powder, in- 
soluble in benzene or ligroin, but fairly soluble in ether, to which it 
imparts a deep, reddish-yellow colour. The ethereal solution will con- 
duct the electric current, showing that the metallic atom is linked by a 
carbonium valence. It inflames in air, but if the oxidation is slow, 
much stilbcne is formed. Dry carbon dioxide converts it into sodium 
phenyl acetate. 

Sodium triphenylmethyl, PhaCNa.^ — 1. Ten grams of tri- 
})henylmethyl chloride in 500 c.c. of dry ether are treated with 200 grams 
of 2 per cent, sodium amalgam, and the mixture shaken on a machine for 
one to two hours. During the operations all air must be replaced by 
nitrogen. A solution of sodium triphenylmethyl is thus obtained in 
quantitative yield. 

2 . Ten grams of sodium powder are amalgamated with 10 grams 
of mercury in 200 c.c. of dry ether, the reaction being carried out in 
nitrogen. Triphenylmethyl chloride, 2 to 3 grams, is then introduced, 
the substances melted and jDut on a shaking machine, the reaction being 
complete in twelve hours. A dark orange-red solution is obtained ; the 
ether is evaporated and the residue treated several times with petroleum 
ether and evaporated until a solid is produced. All manipulations are 
carried out in nitrogen, since air, moisture, or carbon dioxide cause 
decomposition. The compound forms a brick-red mass.^ 

3. Sodium triphenylmethyl may also be prepared from trij^heiiyl- 
methyl chloride and metallic sodium, when the two are allowed to react 
in liquid ammonia, and the hydrogen atom of triphenylmethane is 
replaced by sodium in about an hour. 

The compound is very reactive, even at the temperature of liquid 
ammonia. With water it reacts to form sodium hydroxide and tri- 
jjhenvlmethane, 

PhgCNa +H 2 O ^PhgCH +NaOH 

By the action of oxygen, a white product is formed, the composition 
of which has not been determined. The reaction with ammonium 
chloride in liquid ammonia is probably represented by the equations, 

PhaCNa +NH 4 CI =Ph 3 CNH 4 +NaCl -f NH 3 +NaCl 

The intermediate ammonium compound is not isolated. Ammonium 
hydroxide with sodium triphenylmethyl yields triphenylmethane and 
sodamide, and sulphur dioxide forms sodium triphenylmethyl sul- 
pliinate. 

Sodium triphenylmethyl is moderately soluble in toluene or benzene, 
but insoluble in petroleum ether and ligroin. 

The following are typical reactions of sodium triphenylmethyl with 
certain organic compounds : — 


1 8 chlenk and Holtz, Ber., 1916, 49 , 603 ; Sclilenk and Ocks, ibid., 1916, 49 , 608 ; 
German Patent 292310 ; Kraus and Kawamura, J. Amer, Gh&m. Boc,, 1923, 45 , 2766. 

* Scklenk and Marcus, Ber., 1914, 47 , 1664. 
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V\^ith triphenylmethyl chloride, hexaphenylethane is produced, the 
reaction being carried out in liquid ammonia. Thus : 

PhsCNa +Cl.CPh3 =NaCl +Ph3C.CPh3 

Similarly with dichlorodiphenylmethane, a mixture of hexaphenyl- 
ethane and pentaphenylethyl is formed.^ With bromobenzene, using 
the above solvent, carbon tetraphenyl results, 

PhaCNa +PhBr =NaBr +Ph4C 

With methyl benzoate, j 8 -benzpinacolin is formed in accordance ’svith 
the equation : 

PhaCNa -fPh.CO^Me -PhgC.COPh +NaOMe 

If methyl p-chlorobenzoate is used, p-chloro-jS-benzpinacolin is 
obtained. Since sodium triphenylmethyl shows a tendency to exchange 
its sodium atom for hydrogen, it cannot be used for condensations with 
substances which can function in enolic forms, such as ethyl acetate. 

With aldehydes, ethanols are obtained, formaldehyde yielding tri- 
phenyl ethanol, 

Ph3CNa+OCH2=Ph3C.C(ONa)H2 

In the case of benzaldehyde and furfuraldehyde, tetraphenyl ethanol 
and triphenylfuryl ethanol are isolated respectively. 

With ketones as with esters, those which are capable of existing in 
enolic forms cannot be employed, and diarylketones yield no condensa- 
tion products, e.g. with benzophenone, an ethanol is not formed, but the 
solution becomes green, since metallic ketyls are produced, according to 
the equation : 

PhgCNa+COPhg^PhaC.CPh^.ONa 


With dibenzalacetone, tetrastyrylpinacolin is formed. 
Sodium phenyl-biphenylyl-a-naphthyl-methyl, 



Ph.CgH 


'CioH, 

«Na 


Phenyl-biplienylyl naphthyl chloromethane and sodium powder are 
shaken together for one to two days in dry ether, in the presence of 
copper bronze. In the solid state it is an indigo-like, metallic, glistening 
powder, soon becoming dull in air. Its ethereal solution is bluish-violet 
of extraordinary intensity. With water or ethereal hydrogen chloride 
the compound is soon decolorised, and when decolorised by air a faint, 
bright blue-green, air-stable colour remains. 

Sodium di-biphenylyl-a-naphthyl-methyl, (Ph.C8H4)2CNa, is a 
black, metallic, glistening powder, immediately becoming yellow-brown 
in air. 

Sodium biphenylene-phenyl-methyl. 


CeH^ 

C6H4' 



Dibiphenylene-diphenyl-ethane and sodium powder are shaken together 


^ Schlenk and Mark, Rer., 1922, 55 , [B], 2285, 2299. 
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in a nitrogen atmosphere for twelve days. The compound is isolated in 
shining, orange-red needles, containing one molecule of ether of crystal- 
lisation. When dried in a nitrogen atmosphere at 60° C. the ether is 
removed and the compound darkens, and at higher temperatures it 
melts to a ruby-red liquid. It is instantly decolorised in air, and 
warmed with alcohol it dissolves, biphenylcne methane crystallising out 
on cooling. 

Sodium p-anisyl-biphenylene -methyl, 

C6H4\ yCeH^.OMe 

I X 

CeH/ \Na 

is an intensely red, but not distinctly crystalline product, which is 
obtained free from ether. 

Potassium. 

No potassium conqiounds are known of the type RK, only com- 
pounds from triphenyl methyl having been obtained. 

Potassium triphenylmethyl, KCPhs.i— 1. Triphenylmethane and 
metallic jiotassium are heated at 200® to 220° C. in an indifferent 
atmosphere. By this method the compound is stated to be red, and 
when treated with benzyl chloride to yield a^-tetraphenylethane. 

2. Two equivalents of potassium are allowed to react with tri- 
phenylmethyl chloride in liquid ammonia. 

The compound has a similar appearance and the same properties as 
the sodium derivative. It exhibits, however, this difference, that 
whilst sodium triphcnyl is unstable in the presence of ammonia, the 
potassium compound is stable even at 100° C. Moreover, it has not 
been found possible to synthesise the triphenylmethyl group by the 
action of triphenylmethyl chloride on potassium triphenylmethyl. 

Rubidium.2 

Rubidium ethyl, RbEt, — The interaction of zinc ethyl and metallic 
rubidium do not give rubidium ethyl itself, but the double compound 
with zinc ethyl, RbEt.ZnEtg. This substance crystallises in prisms, 
which melt in the presence of some zinc ethyl at 70° to 75° C. 

Rubidium triphenylmethyl, RbCPhg, prepared in a similar 
manner to the lithium compound, is a dark-red powder resembling the 
sodium and potassium derivatives. It gives a blood-red solution in 
ether. 

CESIUM. 

Caesium ethyl, CsEt, is isolated in the same manner as the rubi- 
dium compound, but does not seem to be as definite in composition as 
the latter. It is said to undergo the following reaction : — 

CsEt+COa^Cs.COg.Et 

The latter compound w'hen treated with sulphuric acid yields pro- 
pionic acid. 

^ Sclilenk and Marcus, Bcr,, 1914, 47 , 1664 ; Kraus and Kawamura, J. Amer, Ghem, 
Soc.^ 1923, 45 , 2756, 

2 Grosse, Bt r., 1926, 59 , [BJ, 2652. 
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Caesium triphenylmethyl, CsCPIig, possesses the sanie properties 
as the rubidium compound. 

Copper and Silver. 

Cuprous phenyl, CuPh.^ — Cuprous iodide is added to a cold 
solution of magnesium phenyl bromide in ether. Complete solution 
takes place, and after a time the cuprous phenyl separates out as a white 
jiowder. It decomposes at 80° C, and when warmed with benzene is 
converted quantitatively into diphenyl and metallic copper, the latter 
appearing as a mirror. With water, benzene and cuprous oxide are 
formed, and with dilute nitric acid it is changed to nitrobenzene, con- 
centrated nitric acid causing the compound to explode. Cuprous 
phenyl blackens in a few days, even when kept in a vacuum. 

Magnesium ethyl bromide presumably gives cuprous ethyl, but the 
compound is unstable above —18° C. and has not been further in- 
vestigated. 

Silver phenyl, AgPh.^ — Silver bromide is treated with an ethereal 
solution of magnesium phenyl bromide, the violet solution depositing 
silver phenyl. The preparation is carried out in absence of light, and 
the product decomposes in a few hours, even at —18° C., forming silver 
and diphenyl. The product is highly explosive. 

When freshly precipitated silver chloride is used instead of the 
bromide,® a brown, granular powder is obtained. When dry it readily 
decomposes, evolving clouds of diphenyl fumes. The ratio of silver to 
phenyl appears to be as 1 : 1. With magnesium p-xylyl- and a-naphthyl 
bromides and the magnesium compound of p-bromodiphenyl ether, 
similar compounds are isolated. 


Gold.^ 

Diethylauric bromide, (C 2 H 5 ) 2 AuBr. — Magnesium ethyl bromide 
is used in preparing this compound, and it is necessary that it should be 
free from any unchanged magnesium. Five grams of magnesium are 
used and the calculated quantity of ethyl bromide in 200 c.c. of anhy- 
drous ether. This Grignard reagent is allowed to drop very slowly into 
22 grams of auric bromide in 150 c.c. of dry ether efficiently cooled in ice 
and salt mixture. Metallic gold begins to appear during the reaction. 
Powdered ice is carefully added to the mixture and finally water and 
dilute acetic acid. The liquid is next extracted several times with light 
petroleum and this is washed with water, then allowed to evaporate in a 
warm draught cupboard at 25° to 30° C. The residue when once again 
recrystallised from petroleum ether yields 2 to 3 grams of the pure 
bromide. No larger yield is obtained if the reaction takes place at the 
temperature of boiling liquid air, and the yield is less if the auric bromide 
is added to the Grignard reagent. If auric chloride is used the yield is 
not increased. Diethylauric bromide takes the form of long, colourless, 
doubly refracting needles, M.pt. 58° C. It is very soluble in benzene, 
light petroleum, chloroform, and ether, much less so in alcohol and 

^ Reich, Compt, rend., 1923, I77> 3^2. 

^ Reich, ibid. 

^ ICrause and Wendt, Ber., 1923, 56 , [BJ, 20(54. 

^ Pope and Gibson, Trans. Chem. Soc., 1907, 91 , 2061 
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insoluble in -water. It is volatile at ordinary temperatures and decom- 
poses with explosion at about 70 ° C. The body is analysed by dissolving 
it in chloroform, adding bromine in the same solvent, then slowly 
evaporating to dryness and weighing the residual gold after ignition. 
Diethylauric bromide is very sensitive to light, in contact with water 
giving gold. It also gives silver bromide from solutions of silver salts. 

Ethylauric dibromide, CgHgAuBrg, is prepared bj^ adding a dilute 
solution of bromine in chloroform to an equimolecular proportion of 
diethylauric bromide in the same solvent. Crystals of the dibromide 
are slowly formed. The compound is sparingly soluble in the ordinary 
organic solvents, but is moderately soluble in warm water. The crystals 
are transparent, dark, ruby-red, doubly refracting prisms with square 
ends. On heating it slowly decomposes, but does not melt. It is more 
stable than the previous body. 

Amminodiethylauric bromide, (C2H5)2AuBrNH3, can be obtained 
Ironi diethylauric bromide on gently warming with dilute aqueous 
ammonium hydroxide, then evaporating in a vacuum over sulphuric 
acid. The product is recrystallised from benzene, giving transparent 
doubly refracting, colourless needles, which decompose on slowly heating 
at G 0 ° C. The bod}’’ is soluble in ammonium hydroxide, benzene, 
acetone, chloroform, or dilute hydrochloric acid. The solution in hydro- 
chloric acid may be boiled without any reduction, and there is no pre- 
cipitate with platinic cWoride, though on long standing metallic gold 
appears. An aqueous acetone solution of the compound precipitates 
silver bromide from silver salts. 



CHAPTER II. 


ORGANOMETALLIG DERIVATIVES OF THE 
ELEMENTS OF GROUP II . 

The elements of Group II., along with those of Group V., form more 
organometallic derivatives than the remaining groups. In so far as 
Group II. is concerned this is due to the vast number of mercurials now 
isolated. In 1905, Beckmann ^ found that an ethereal solution of 
ethyl iodide reacted with metallic calcium to form an etherate, having the 
constitution EtCaI.EtgO. This was an amorphous powder, fairly 
stable in air, yielding ethane with water, and was sparingly soluble in 
ether. Gilman and Schulze ^ repeated Beckmann’s work, and came to 
the conclusion that the compound is not the monoetherate shown above 
but a di-etherate of calcium iodide, Cal2.2Et20. These investigators 
have also prepared compounds of n-butyl, n-octyl, and phenyl calcium 
iodides, but in no cases do ether-free compounds appear to have been 
isolated. They also state that unpublished work on calcium, barium, 
and strontium dialkyls and diaryls shows that all of these organo- 
metallic compounds give positive tests. Since the purpose of this 
chapter is to deal with pure compounds and not molecular complexes, no 
further account is given of the calcium compounds.^ 

The remaining members of this group form a series of organo com- 
pounds in which the stability increases with rising atomic weight from 
beryllium to mercury. It should be pointed out that the authors do not 
include the Grignard compounds under magnesium, since these are not 
actually isolated in reactions in which they are employed. Moreover, 
the so-called “ individual ” magnesium alkyl salts, which do not contain 
combined ether, have not been used to any great extent for synthetic 
purposes. 

The dimethyl compounds of the metals from beryllium to cadmium 
are all very volatile liquids, the beryllium, magnesium, and zinc deriva- 
tives exploding when treated with water, the cadmium decomposing 
slowly under the same conditions. 

Beryllium compounds were obtained in 1860 by Cahours ^ by heating 
metallic beryllium with mercury dialkyls at 130® to 135® C. in a sealed 
tube. Frankland ® also obtained beryllium diethyl and dipropyl by a 
similar method. In 1884, Lavroff ® also claimed to have obtained 

1 Beckmann, B&t., 1905, 38 , 904. 

® Gilman and Schulze, J. Am&t, GTiem, JSoc,, 1926, 48 , 2463. 

® See Dufford, Nightingale, and Calvert, /. Amer. Ghem. Soc., 1925, 47 , 95 ; Gilman 
and Pickens, ibid,, 1925, 47 , 2406 ; Gilman and Schulze, ibid., 1926, 47 , 2002. 

* Cahours, Anmlen, 1860, 114 , 243 ; Jahreaber., 1873, p. 520. 

® Frankland, Trans. Ohem. 80 c., 1861, 13 , 181, 194. 

® Lavroff, J. Muss. Fhys. Chsm, 80 c., 1884, 16 , 93 ; Bull. 80 c. cktm., 1884, 41 , 548. 

11 
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beryllium dimethyl. No further reference is made to the compounds 
until 1923, when Krause and Wendt ^ stated that beryllium dialkyls may 
be prepared by the interaction of beryllium chloride and an excess of 
Grignard reagent. 

The actual isolation of beryllium dialkyls in a pure state has only just 
been accomplished by Gilman and Schulze,^ and their work throws doubt 
upon the accuracy of that of previous investigators. Their method of 
procedure is the one suggested by Krause and Wendt. In 1926, Durand ^ 
claimed to have prepared beryllium methyl iodide, but the work has 
since been disproved by Gilman and Schulze.'^ These workers have 
isolated beryllium alkyl halides by heating beryllium, alkyl halides, and 
ether in the presence of catalysts, such as mercuric chloride, beryllium 
chloride, or free bromine. The first aryl compound, beryllium phenyl 
iodide, has been prepared by a similar process. 

The first attempt to prepare organic compounds of magnesium was 
due to Hallwachs and Schafarik® in 1859, these investigators heating 
metallic magnesium with ethyl iodide in a sealed tube at 150® to 180° C. 
Upon opening the tube a gas was evolved and a white mass obtained. 
This when heated gave a colourless liquid of penetrating odour, which did 
not inflame. In view of later work the products appear to be magnesium 
iodide and traces of magnesium diethyl. A year later, Cahours ® 
repeated the above work, the reacting substances being heated for 
several hours at 130° C. He isolated magnesium iodide and a colourless, 
strongly volatile liquid, inflaming in air, and having a leek-like odour. 
This liquid Cahours mistook for magnesium diethyl. In 1891, Lohr ^ 
obtained magnesium dialkyls by heating magnesium with mercury 
dialkyls, and later Fleck ® extended Lohr’s work. No further work was 
done on these substances until 1927, when Gilman and Schulze ® used 
Lohr’s method, but introduced mercuric chloride into the reaction as a 
catalyst. This work proves that the substances obtained by the earlier 
investigators were not very pure. 

Only one aryl compound is known, namely, magnesium diphenyl,^® 
formed by heating magnesium powder and mercury diphenyl at 200® C. 
in an atmosphere of nitrogen. Like the alkyl compounds, it is readily 
oxidisable in air and decomposed by water. 

Frankland in 1853 obtained the first zinc alkyl, zinc dimethyl, by 
heating methyl iodide with an excess of zinc in a sealed tube at 150® to 
] 60® C. From this beginning, the series was gradually continued as far 
as zinc di-isoamyl, in the hands of various investigators. The lower 
members are spontaneously inflammable in air, this property decreasing 
as the series is ascended, and all the compounds are decomposed by 
water, the lower ones with violent explosion. These compounds have 
proved of great value in many organic syntheses, but their use has been 
eliminated to a large extent by the Grignard reagent owing to the fact 

^ Krause and Wendt, Ber., 1923, 56 , 467. 

® Gilman and Schulze, J, Chem» Soc,, 1927, p. 2663. 

^ Durand, Coinpt. rmi,, 1926, 182 , 1162 . 

* Gilman and Schulze, J. Amer. Ghem. 80 c., 1927, 49 , 2904. 

^ Hallwachs and Schafarik, Annakn, 1859 , 109 , 206. 

® Cahours, Annalen^ 1860, 114 , 240. 

^ Lohr, AnmUn, 1891, 261 , 48. s Meek, Anmhn, 1893, 276 , 129. 

® Gilman and Schulze, J. Amr, Ghem, 80 c., 1927, 49 , 2328. 

Hilpert and Gruttner, Ber., 1913, 46 , 1675. 

^ Frankland, AnmUn, 1853, 85 , 347 . 
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that the latter need not be isolated in reactions in which it is used, 
whereas the inflammability of the zinc alkyls renders them difficult 
to handle. Zinc alkyls have also been used in the preparation of 
organometallic derivatives of mercury, ^ boron, ^ aluminium,® thallium,^ 
silicon,® germanium,® tin,’ lead,® phosiDhorus,® arsenic,^® antimony, 
bismuth.^® 

No zinc aryls were known until 1913, when Hilpert and Grilttner 
isolated zinc diphenyl by boiling mercury diphenyl with zinc for two 
minutes in an atmosphere of hydrogen. The rapidity with which this 
reaction takes place resembles the preparation of aluminium triphenyl 
from mercury diphenyl and aluminium, the reaction being complete in 
ten to fifteen seconds at 140° C. The zinc diphenyl is affected by light, 
and, like magnesium diphenyl, is oxidised by atmospheric oxygen and 
decomposed by w^ater. An interesting use has recently been made by 
Chambers and Scherer of zinc diphenyl. In order to prepare tin 
tetraphenyl, magnesium phenyl bromide is treated with anhydrous zinc 
chloride in ethereal solution, the ether replaced by toluene and the 
product treated with stannic chloride. Thus the zinc compound is 
merely used as an intermediate without being isolated, in the same way 
as the Grignard reagent. 

Although cadmium alkyls were known as early as 1853,^® it was not 
until 1917 that they were obtained in good yield in a state of purity. 
The general method of preparation is by the interaction of magnesium 
alkyl halides and cadmium halides. In common with the other alkyls 
so far described in this chapter they are very volatile, the methyl deriva- 
tive even being difficult to separate from ether, since it volatilises along 
with the vapour of the latter. This volatility decreases as the series is 
ascended from methyl to isoamyl, and although the higher compounds are 

^ Buckton, Annalen, 1859, 109, 219, 221 ; Jahresber., 1858, p, 390 ; Frankland, Annalen, 
1859, III, 57; Jahresber,, 1859, p. 413; Krassowski, Zeitschrift fur Ghemie, 1870, p. 528; 
Ber., 1870, 3, 625 ; Oppenheim, Ber,, 1871, 4, 671. 

2 Frankland, Annalen, 1862, 122, 132, 144 ; Jahresber,, 1876, p. 469. 

® Buckton and Odling, Annalen JSpl., 1861, 4, 110, 112 ; Cahours, Annalen, 1860, 1 14, 
242 ; Hallwaolis and Schafarik, Annalen, 1859, 109, 207 ; Furstenhoff, Ghem. Zentr., 1904, 
i. 785; Buckton and Odling, Proc. Boy. Soc., 1865, 14, 19; Cahours, Jahresber., 1873, 
p. 518 ; Ber., 1873, 6, 567 ; Gompt. rend., 1873, 76, 133, 748, 1383. 

* Hartwig, Ber., 1874, 7, 298 ; Anrixilen, 1875, 176, 264. 

® Friedel and Crafts, Annalen, 1865, 136, 203 ; 1863, 127, 31 ; Ladenburg, Annalen, 
1872, 164, 302, 327 ; Pape, Annalen, 1884, 222, 359, 370 ; Ladenburg, Annalen, 1874, 173, 
148 ; Friedel and Ladenburg, Ann. Ghim. Phys., 1880, [5], 19, 401 ; Annalen, 1880, 
203, 251. 

® Winkler, J. prakt. Ghem., 1845, [2], 36, 204. 

’ Cahours, Annalen, 1862, 122, 59; Jahresber,, 1873, p. 519; Frankland, Annalen, 
1859, III, 50 ; Frankland and Lawrance, Trans. Ghem. Soc., 1879, 35, 130; Morgunow, 
Annalen, 1867, 144, 157 ; Buckton, Annalen, 1859, 109, 225 ; Pope and Peachey, Proc, 
Ghem. Soc,, 1912, 28, 42, 116. 

® Cahours, Annalen, 1862, 122, 67 ; Buckton, Annalen, 1859, 109, 222 ; 1859, 112, 226 ; 
Frankland and Lawrance, J. Ghem. Soc., 1879, 35, 245. 

® Cahours and Hofmann, Annalen, 1857, 104, 1 ; Hofmann, Annalen Spl., 1861, i, 7 ; 
Brechsel and Finkelstein, Ber., 1871, 4, 352 ; Wichelhaus, Ber., 1868, i, 80. 

Cahours and Hofmann, Gompt. rend., 1855, 41, 834; Jahresber., 1855, p. 538; 
Cahours, Annalen, 1862, 122, 219 ; Hofmann, Annalen, 1857, 103, 357. 

Buckton, Trans. Ghem. Soc., 1863, 16, 22 ; Jahresber., 1863, p. 470, 

Marquardt, Ber., 1887, 20, 1517 ; ibid., 1888, 21, 2038. 

Hilpert and Griittner, Ber., 1913, 46, 1675. 

Chambers and Scherer, J, Amer. Ghem. Soc,, 1926, 48, 1054, 

Ldhr, Annalen, 1853, 87, 55. 

16 Krause, Ber., 1917, 50, 1813, 
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decomposed, by water, the process takes some hours to reach completion. 
As in the case of magnesium and zinc, only one aryl compound of cadmium 
is known, cadmium diphenyl. It is "prepared by heating mercury 
diphenyl and metallic cadmium in an atmosphere of hydrogen, but the 
product appears to be verj' unstable in the dry state, discolouring in a 
vacuum desiccator e-s'en when allowed to stand for an hour.^ The 
cadmium may be replaced by mercury or zinc under suitable conditions. 

The only remaining metal in the group to be discussed is mercury. 
This element forms such an enormous variety of organic compounds 
that they are dealt with in subsequent chapters. No other element is 
known which will replace the hydrogen of organic derivatives with such 
ease. All other metals of the periodic classification are only introduced 
singly into organic residues, whereas two to five mercury residues may 
becoine attached to a molecule in a single operation, e.g. penta-acetoxy- 
mercuriacetamlide. Like the other members of Group II., it forms 
compounds of the type RgM, but these are far more stable than any 
previously described. A second type, RMX, is also known, w'hich 
resembles the Grignard reagent RMgX in formula only, showing no 
f)ther relation to the magnesium compounds. These two types of 
mercury comjiounds are dealt with in the subsequent chapter. 

Beeyllium. 

Beryllium dimethyl, Be(CH 3 ) 2 .^ — compound is prepared by 
the interaction of anhydrous beryllium chloride and magnesium methyl 
iodide. Owing to the hygroscopic nature of the beryllium chloride and 
the instability of beryllium dimethyl in air, the reaction is carried out in 
a specially designed apparatus in an atmosphere of dry hydrogen or 
nitrogen. ' Beryllium dimethyl crystallises from hot concentrated ethereal 
solution in snow-w'hite needles, and it has the same form when it sub- 
limes at about 200° C. -vrithout melting. Its ethereal solutions fume 
strongly on exposure to the atmosphere. When suddenly overheated, 
it is partially decomposed, lea\'ing a brown or grey mirror. In air it is 
spontaneously inflammable, especially in the presence of moisture, 
burning with a luminous flame, and evolving white fumes of beryllium 
oxide. It is violently decomposed by water, yielding methane. In the 
solid state it even inflames when treated with carbon dioxide, but if in 
ethereal solution it jnelds acetic add. It reacts with phenyl carbimidc 
in ethereal solution giving the anilide, and with a-naphthyl carbimidc, 
aeeto-a-naphthalide is formed. With Michler’s ketone it gives an 
immediate positive colour reaction, wth benzophenone it forms di- 
phenylmethylcarbinol, and -with benzoyl chloride phenyldimethyl- 
carbinol is produced. The reaction with iodine is very vigorous, 
probably forming beryllium methyl iodide. 

Beryllium diethyl, Be(C 2 H 5 ) 2 , prepared in a similar manner to 
the preceding compound, is a colourless liquid, B.pt. 98° to 95° C. at 
4 mm. or 110° C. at 15 mm. It distils at 180° to 240° C. at ordinary 
pressure, with considerable decomposition, and when solidified in carbon 
dioxide-ether freezing mixture white crystals are formed, which melt on 
warming to — 13° to — 11° C. It resembles the corresponding dimethyl 
derivative in oxidisability and inflammability. With water it yields 

^ Hilpert and Gruttner, Ber., 1913, 46 , 1675. 

2 Gilman and Schulze, J. Ghem. Soc., 1927, p. 2663. 
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ethane, and its ethereal solution with carbon dioxide gives triethyl- 
carbinol. It gives a positive colour reaction with Michler's ketone, 
reduces benzophenone to benzhydrol, reacts vigorously with iodine 
and with an excess of an ethereal solution of beryllium chloride, a 
solution having the characteristics of beryllium ethyl chloride is 
obtained.^ 

Beryllium propyl, Be(C 3 H 7 ) 2 , is a liquid, B.pt. 244° to 246° C., and 
does not solidify at —17° C. 

Beryllium di-n -butyl, ^ is a clear, colourless liquid, 

having a mercaptan-like odour. It boils at 170° C. at 25 mm. It 
oxidises rapidly in air, but is not spontaneously inflammable. It is 
decomposed by water, reacts with phenylcarbimide, and gives a blue 
colour with Michler’s ketone. 

Beryllium diphenyl, Be(C 6 H 5 ) 2 , and beryllium di-p-tolyl, 
Be(C 6 H 4 , 0113 ) 2 , may be readily prepared by heating beryllium with 
equivalent quantities of mercury diphenyl and mercury di-p-tolyl and 
a trace of mercuric chloride in sealed tubes at 225° C. for six hours. 

Beryllium methyl and ethyl iodides, ^ Be(CH 3 )I and Be(C 2 H 5 )I. 
— These compounds are best prepared as follows : About 0-5 gram*" of 
powdered beryllium, 0-2 to 0*5 gram of mercuric chloride, 5 c.c. of the 
alkyl halide, and 25 c.c. of ether are heated for at least fifteen hours at 80° 
to 90° C. in a suitable bottle, the neck of which has been drawn out to a 
fine capillary. The product is then removed from the bottle by breaking 
the capillary, the pressure inside being sufficient to force the liquid out. 

The ethereal solutions of these iodides do not fume in air, and 
removal of the solvent gives a liquid, which on further heating evolves 
dense white fumes, probably of beryllium oxide. Heating changes the 
alkyl beryllium halides to beryllium dialkyls. All the alkyl halide com- 
pounds are decomposed by water, with formation of the corresponding 
hydrocarbon. When carbon dioxide is passed through ethereal beryl- 
lium methyl iodide for three hours, the solution still gives a positive test 
and no acetic acid is found after hydrolysis. Acetanilide is formed from 
beryllium methyl iodide and phenyl isocyanate. 

In a similar manner beryllium ethyl bromide, Be(C 2 H 5 )Br, and 
beryllium n-butyl iodide, Be(C 4 H 9 )I, are prepared. In these eases 
beryllium chloride or free bromine may be used as catalysts. 

Beryllium phenyl iodide, Be(C 6 H 5 )I, gives a positive test when 
prepared in the presence of mercuric chloride after fifteen hours heat- 
ing at 80° to 90° C., and is also readily prepared by heating at 1 50° 
to 175° C, with either mercuric or beryllium chloride as catalyst. 

Magnesium. 

Magnesium dimethyl, Mg(CH 3 ) 2 ,^ may be prepared by heating 
magnesium turnings with mercury (hmethyl for thirty-six hours at 
130° C. It is described as a grey-yellow mass, which reacts with ex- 
plosive violence with water. The addition of acetyl chloride to a well- 
cooled ethereal solution of the compound in a nitrogen atmosphere 

^ Cahours, AnnaUn, 1860, 1 14, 243. 

2 Gilman and Sotulze, ho, cit, 

® Gilman and Sclmlze, J, Armr, Ghem. Soc., 1927, 49, 2904 ; see Durand, Gompt. rend,, 
1926 282 1162. 

* Lohr, Annalen, 1891, 261, 48 ; Fleck, AnruiUn, 189.3, 276, 129. 
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yields trimethyl carbiuol. When hydrogen iodide is passed into the 
mixture, tertiary butyl iodide is formed. 

Magnesium diethyl, Mg(C 2 H 5 ) 2 .^— Fresh mercury diethyl and 
magnesium powder are heated together in a sealed tube at 130° C. in 
the presence of a small amount of mercuric chloride. The product thus 
isolated is a light grey or brown powder, spontaneously inflammable in 
air. Magnesium diethyl is soluble in ether, this solution reacting with 
an ethereal solution of acetyl chloride to give methyldiethyl carbinol. 

Magnesium dipropyl, Mg(C 3 H 7 ) 2 , has been prepared without the 
use of a catalyst.^ 

Magnesium diphenyl, MgPhg. — ^Mercury diphenyl and magnesium 
powder are heated to 200° C. in an atmosphere of nitrogen, when the 
magnesium compound is isolated as a white powder. It is insoluble in 
carbon disulphide or benzene, but soluble in absolute ether, and when 
boiled in the latter solvent in a stream of hydrogen, filtered and evapor- 
ated under 5° C. the compound crystallises in transparent feathery 
needles. These contain ether of crystallisation which may be removed 
l>y the heat of the hand, an amor 2 >hous product resulting.® It burns in 
air, forming magnesium oxide, and by slow oxidation gives Mg(OPh) 2 . 
Water decomposes magnesium diphenyl with the formation of benzene 
and magnesium hydroxide. Bromine in ethereal solution forms bromo- 
Ixmzene and magnesium bromide, no magnesium phenyl bromide being 
isolated. With phosphorus trichloride only traces of diphenyl phos- 
phorus chloride are formed. Benzal chloride reacts with the compound 
when heated for three hours in a sealed tube at 100° C., giving triphenyl 
methane and magnesium chloride. When magnesium diphenyl is 
heated in a sealed tube at 280° C. until it decomposes, the principal 
product obtained by extraction of the product with benzene is 
diphenyl. 


Zinc. 

Zinc dimethyl, Zn(CH 3)2 or ZnMeg, may be prepared in several 
ways : 

"l. By heating methyl iodide mth an excess of zinc in a sealed tube 
at 150° to 160° C.4 

2. Methyl iodide arid dry zinc turnings or dust are heated for six to 
nine days in an iron flask carrying a reflux condenser, the reaction 
])r<)diict being distilled in an atmosphere of carbon dioxide.^ 

3. Methyl iodide and zinc are heated together to form zinc methyl 
iodide, Me.ZnI, which is decomposed on distillation to yield zinc methyl 
and zinc iodide.® 

4. Three parts of methyl iodide and two parts of anhydrous ether 

^ Gilman and Schulze, J. Amer. Ghem. 8oc., 1927, 49, 2328 ; see Lohr, ibid, ; Fleck, 
Ibid. 

2 Fleck, foe. cit. 

3 Hilpert and Griittner, Ber,, 1913, 46, 1675 ; Waga, Anmlen, 1894, 281, 320. 

^ Frankland, Anmlen, 1853, 85, 347 ; see also Butlerow, Annalen, 1867, 144, 2, 

s Ssimonowitsch, J, Buss. Phjs. GJiem. Soc., 1898, 30, 40 ; Chem. Zentr., 1899, i, 
1066; see Worobjeff, J. Buss. Phys. Chem. JSoc., 1899, 31, 45; Qhem. Zentr. 1899, i. 
1067 ; Ipatiew, J. prakt. Chem., 1896, [2], 53, 275 ; Kaulfuss, Ber., 1887, 20, 3104. 

« Frankland, Annalen, 1855, 95, 28 ; Wanklyn, Trans. Ghem. Soc., 1861, 13, 124 ; 
Fileti and Cantapiilo, Gazzetta, 1892, 22, ii. 388; Lachmann, Amer. Chem. J., 1900, 24, 
33, 34. 
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are heated with zinc in a copper digester at 100° C'. for six hours. The 
reaction mixture is then distilled from the water-bath, the fraction 
between 48° to 51° C. corresponding to 2ZnMe2.Et20. If methyl ether 
is used, 2ZnMe2.Me20 is obtained, which distils about 48° C., and in the 
absence of ether, pure zinc dimethyl is isolated. ^ 

5. One hundred and twenty parts of methyl iodide, 90 parts of 
zinc, and 100 parts of 1 per cent, sodium amalgam and a drop of 
ethyl acetate are mixed in the cold. They are then heated to 45° C. 
for thirty-six hours and the bath finally raised to 90° C., when the 
contents of the flask solidify. Distillation from an oil bath produces 
zinc dimethyl, distilling at 47° C. constant.^ 

G. By heating methyl iodide with zinc-copper couple.® 

Zinc dimethyl is a colourless, strongly refracting liquid, having a 
characteristic, pungent smell and is very volatile. When cooled in a 
freezing mixture it solidifies and melts at —40° It boils at 46° C. and 
has a density of 1*886 at 10*5° C.^ In air it is spontaneously inflammable, 
burning with a greenish-blue flame,® but if the oxidation is allowed to 
proceed slowly, zinc methyl methylate, ZnMe.OMe, is produced, together 
with some zinc methylate, Zn(OMe) 2 .’ Water decomposes zinc di- 
methyl with formation of zinc hydroxide and methane. Zinc dimethyl 
undergoes reactions with various substances, as indicated in the following 
table : — 


REACTIONS OF ZINC DIMETHYL, 


Reacting Substance. 

Resulting Products. 

Reperences. 

Sulphur dioxide. 

Methane sulphinic acid. 

Hobson, AnnaUn, 1858, 106, 288. 

Nitric oxide. 

Compound of methylnitroso- 
hydroxylamine, 

ZnMeg, Zn(CH302N2)2. 

Frankland, Annalen, 1850, 99, 
369. 

Phosgene. 

Trimethylcarbinol. 

Butlerow, Jahre^r., 1863, p. 
476; 1884, p. 496. 

Tertiary butyl iodide. 

Tetramethylmethane. 

Lwow, ZeiUch. Chem., 1870, p. 
520. 

Acetone Chloride, 
MeaCCla. 

Te tr ame thy Imethane . 

Luow, Zeitsch. Chem., 1871, p. 
257. 

Acetyl chloride, then 
water. 

Acetyl chloride, using 
excess of zinc di- 
methyl, then treat- 
ing with water after 
long standing. 

Acetone. 

Trimethylcarbinol. 

Freund, AnnaUn, 1861, Ii8, 12 ; 
Butlerow, AnnaUn, 1867, 144, 

2 ; see Pawlow, AnnaUn, 
1877, 188, 106, 114, 118. 


^ Frankland, Trans, Chem. Soc., 1861, 13, 124 ; see also Wanklyn, he. cit. 

2 Ladenburg, AnnaUn, 1874, 173, 147 ; Wagner, J. prakt. Chem., 1891, [2], 44, 261. 
® Renshaw and Greenlaw, J. Amer. Chem. 80 c., 1920, 42, 1472. 

^ Hasse, Ber., 1893, 26, 1053. 

5 Frankland and Duppa, AnnaUn, 1864, 130, 119. 

® Frankland, AnnaUn, 1853, 85, 347. 

’ Butlerow, Zeitsch. Chem., 1864, p. 403 ; Jahresber., 1864, p. 467. 

VOL. XT, ; I. 
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Reactions of Zinc Dimethyl— cowimt/ad 


Reacting Substance. 

Resulting Products. 

References. 

Chloral. 

Trichloroisopropyl 

alcohol. 

GarzaroBi-Thumlakh, Annakn, 
1881, 310, 77. 

Silicon tetrachloride. 

Silicon tetrainethyl. 

Friedel and Crafts, Ann. Chim. 
Phys., 1870, [4], 19, 360; 
Annalm, 1865, 136, 203. 

Lead chloride. 

Lead tetrainethyl. 

Cahours, Annakn, 1862. 122, 67. 

Phosphorus tri- 
chloride. 

Compound of zinc chloride 
and trimethyl phosphirie. 

Cahours and Hofmann, Compt, 
rend., 1855, 41, 832 ; JaJires- 
her., 1885, p, 537 ; Annalen, 
1857, 104, 29. 

Arsenic trichloride. 

Trimethylarsine. 

do. 

Tin diethyl di-iodide. 

Tin dimethyl diethyl. 

Erankland, Annalen, 1859, iii, 
50. 

Tin triethyl iodide. 

Tin methyl triethyl. 

Cahours, Annakn, 1862, 122, 60. 

Methylmercuric iodide. 

Mercury dimethyl. 

Buokton, Annakn, 1859, 109, 
222. 

Methyl alcohol (small 
quantity). 
„ (excess). 

Zinc methyl methylate. 

Zinc methylate. 

Butlerow, Jahresher., 1864, p. 
467. 

do. 

Ethyl alcohol. 

Zinc ethylate. 

Tolkatschew, J. Musa. Phya. 
Chem. 80 c., 1901, 33, 470 ; 
Chem. Zentr., 1901, ii. 1200. 

Acetone. 

Mesityl oxide and higher 
condensation products. 

Pawlow, Annakn, 1877, 188, 133. 

Chloroformic ethyl 
ester. 

Ethylene, methane, carbon 
dioxide, zinc chloride. 

Butlerow, Jahresber., 1863, p. 
474 ; Zeitach. Chem., 1863, p. 
486. 

l-Bromo-l-nitro- 

ethane. 

2-Nitropropane. 

Bewad, J. prakt. Chem., 1893, 
[2], 48, 352. 

Tetraethylester of 
orthosillcie acid. 

Zinc methyl ethylate, tri- 
ethyl ester of methyl 
orthosilicic acid. 

Ladenhurg, Annakn, 1874, 173, 
148. 


Zinc diethyl, Zn(C 3115)2 or ZnEtg, may be obtained : 

1. Ninety grams of zinc filings and 10 grams of finely divided 
copper (from the oxide) are heated with a good flame in a SOO-c.e. 
capacity flask, to form a couple. Then 87 grams of ethyl iodide are 
added and the whole heated at 90° C. In fifteen nodnutes the conversion 
to ethiodide is complete and the product is distilled in a hydrogen 
atmosphere, 31 grams of zinc diethyl being obtained, 90*4 per cent.^ 

^ Gladstone and Tribe, Tmns, Ohem, Soc„ 1879, 35, 571 ; see Lachman, Amer. Chem, J.. 
1900, 24, 32. 




ORGANOMETALLIC DERIVATIVES OF ELEMENTS OF GROUP TI. 19 

2. By heating ethyl iodide with an excess of zinc in a sealed tube at 
1 50° to 100° C.^ 

3. Equal volumes of ether and ethyl iodide are heated in a copper 
digester at 180° C. and the reaction product distilled.^ 

4. By heating an alloy of zinc and sodium with ethyl iodide in a 
carbon dioxide atmosphere.® 

5. Mercury diethyl and zinc are heated in a sealed tube at 100° C.* 
Zinc diethyl is a colourless liquid of penetrating odour, spontaneously 

inflammable in air.® It may be solidified in a freezing mixture and melts 
at —28° C.® It boils at 118° C., and has a density of 1-182 at 18° C. 
and 1-245 at 8° C.’ 

The molecular refraction and dispersion of zinc diethyl compared 
wdth tin tetraethyl is as follows : — ® 



The heat of formation of zinc diethyl from its elements is as follows : — * 
[Zn]+4[C]+5(H2)=ZnEt2-31,800 calories. 

Zinc diethyl is decomposed by sulphuric and hydrochloric acids with 
evolution of heat : 

ZnEta +H2SO4 =2C2He+ZnS04 +79,800 calories. 

ZnEtj +2HC1 =2C2H8 +Zna 2 +78,000 calories. 

1 Prankland, Anmlen, 1853, 85, 360. 

^ Fraukland, Animlen, 1855, 95, 28; see also Pebal, Annalen^ 1861, 118, 22; ibid., 
1862, 122, 105. , ^ ^ 

8 Rieth and Beilstein, AnmUn, 1862, 123, 246 ; 1863, 126, 248 ; see also Alexeyeff and 
Beilstein, Jahresber,, 1864, p. 469 ; Gompt. rend., 1864, 58, 171 ; Bewad, /. praU. Ohem., 
1849, [2], 48, 360 ; Rathke, Annalen, 1869, 152, 220. 

* Frankland and Duppa, Trans. Ghent. Soc., 1864, 17, 29; Annalen, 1864, 130, 117, 
For other methods using zinc and ethyl iodide, see Frankland, AnnaUn, 1853, 85, 
360 ; Wichelhaus, AnnaUn, 1869, 152, 321 ; Ssimonowitsch, J. Buss. Phys. Ghent. 80 c., 
1899, 31, 40 ; Ghent. Zentr., 1899, i. 1066; Fileti and Cantapulo, Qazzetta, 1892, 22, ii. 
387; Chapman, Zeitschrifl fur Ghemie, 1867, p. 74; Kahlfuss, Be/*., 1887, 20, 3154; 
Schon, J. praht. Ohem., 1850, [2], 51, 100. 

5 Frankland, Annalen, 1855, 95, 42. 

® Haase, Ber., 1893, 26, 1053. 

^ Gladstone, Trans. Ghent. Soc„ 1891, 59, 293. 

® Gladstone, ibid. 

® Guntz, Jahresber,, 1887, p. 242. 
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The reactions bet-vveen zinc diethyl and various compounds have 
been collected toj?ether in the following table : — 

REACTIONS OF ZINC DIETHYL. 


Reacting Substance. 

Resulting Products. 

References. 

Chlorine, bromine, or 

Decomposition with vio- 

Erankland, Amialen, 1855, 95 , 

iodine. 

lence, inflaming in the 
case of chlorine. 

51. 

Bromine or iodine in 
ether solution. 

Ethyl halide, zinc halide. 

do. 

Air passed through 
ether solution of 
zinc diethyl. 

Compound EtZn.O.O.Et. 

Demuth and Meyer, Per., 1890, 
23 , 394 ; see also Erankland, 
Annalen, 1855, 9S, 42 ; Erank- 
land and Duppa, Annalen, 
1865, 13 s, 30. 

AVater. 

Zinc hydroxide, ethane. 

Erankland, Annalen, 1853, 85 , 
360. 

Sulphur dioxide or tri- 
oxide. 

Ethane sulphinic acid. 

Wischin, AnnaleUf 1866, 139 , 
367 ; SCO also Hobson, Anna- 
Zew., 1857, 102 , 76. 

Nitric t)xide. 

Compnund ZnEt».Zn 

(CsHsOaNjls. 

Erankland, Annaleriy 1856, 99 , 
345. 

Ammonia gas passed 
into ether solution 
of zinc diethyl. 

Zincamide, Zn{NH 2 ) 2 . 

Erankland, Jahresber,, 1857, p. 
418; J. yjmK Che7n., 1858, 
[1], 73, 35. 

Cyanogen. 

Ethyl cyanide. 

Erankland and Graham, Trans, 
Chem. JSoc.f 1880, 37 , 740. 

Cyanogen chloride. 

Etliyl cyanide. 

Gal, Co7n,pt. rend., 1868, 66 , 49 ; 
Annalen, 1868, 147 , 27. 

Cyanogen iodide. 

Zinc cyanide, ethyl iodide. 

Calmels, Compt. rend., 1884, 99 , 
239 ; Bull. Soc. clmn., 1885, 
[ 2 ], 43 , 82. 

1 Liquid carbon dioxide 
j under pressure. 

Zinc propionate. 

Schmitt, J. praht. Chem,, 1847, 
[2], 42 , 568. 

Sodium. 

Compound ZnEt^.NaEt. 

Wanklyn, Annalen, 1858, 107 , 
125 ; 1858, 108 , 70. 

Phosphorus trichloride. 

1 

Compound of zinc chloride 
and triethylphosphine. 

Cahours and Hofmann, Compt. 
rend., 1855, 41 , 832 ; Jahres- 
ber., 1855, p. 537 ; Annalen, 
1857, 104 , 7 ; Ayinalen Bpl., 
1861, I, 2. 

1 

Arsenic trichloride. 

Triethylarsino. 

do. 

Antimony trichloride. 

Triethylstibine. 

Hofmann, Annalen, 1857, 103 , 
357. 

Silicon tetrachloride. 

Silicon tetraethyl. 

Eriedel and Crafts, Ann. Chim,. 
Phys., 1870, [4], 19 , 335; 
Annalen, 1863, 127 , 31. 
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Reactions of Zinc Diethyl — continued. 


Reacting Substance. 

Resulting Products. 

Refjskexces. 

vStaniiuus chloride. 

Tin tetraethyl. 

Eranldand and Lawrance, Tram, 
Chem. Soc., 1879, 35 , 130. 

Lead clilorido. 

Lead tetraethyl. 

Buckton, Annahn, lSo9, 109 , 
223 ; 1 12 , 226 ; Frankland 
and Lawrance, Trans. Chem. 
Soc., 1879, 35 , 244. 

Mercurous <jr mercuric 
chloride. 

Mercury diethyl. 

Buckton, Annahn, 1859, 109 , 
219 ; Jahresbeu, 1858, p. 390. 

Cupric chloride. 

Ethane, butane, ethylene, 
metallic copper. 

Wanklyn and Carius, Annahn, 
1861, 120 , 69. 

Silver cliloride, ferric 
iodide, zirconium 
chloride, titanium 
chloride. 

Similar to above. 

Wanklyn and Carius, ibid. ; 

Buckton, Annahn, 1859, 109 , 

' 225; Hinsberg, Annahn, 1887, 
239 , 254 ; Patcrn 6 and Pera- 
toner, Ber., 1889, 22 , 467. 

Methylmercuric iodide. 

Mercury diethyl, zinc di- 
methyl. 

Frankland, Annahn, 1859, iii, 
57 ; Jahresber., 1859, p. 413. 

Etliylniercurio iodide. 

Mercury diethyl. 

Buckton, Annahn, 1859, 109 , 
222 ; Jahresber., 1858, 13 , 390. 

Tin diethyl di-iodide. 

Tin tetraethyl. 

Buckton, ibid. ; Frankland, 
Annahn, 1859, ill, 46. 

Carbon bisuliihide. i 

Compound ZnBt 2 .CS 2 . 

Urabowski, Annahn, 1866, 138 , 
165. 

Chloroform. 

Probably Et.CH=OH.UHj 
and some proj)ylenc. 

liioth and Bcilsteiii, Annahn, 
1862, 124 , 245. 

Carbon tetrachloride. 

Ethylene, propylene. 

do. 

Bromoform. 

Ethyl bromide, propylene. 

Alexeyeff and Beilstein, Bull. 
Soc. chim., 1864, [ 2 J, 2 , 52; 
Jahresber., 1864, p. 470. 

Vinyl bromide. 

a- Butylene. 

AVurtz, Annahn, 1869, 152 , 22; 
see also Chapman, Trans. 
Chem. Soc., 1867, 20 , 28 ; 
Annahn, 1867, 144 , 255, 

tert. Butyl iodide. 

Trimethylethylmethane. 

Goriainow, Annahn, 1873, 165 , 
107. 

Allyl iodide. 

Ethylene, propylene, pen- 
tane, diaUyl and a hydro- 
carbon, CsH^o* 

Wurtz, Amialen, 1862, 123 , 203 ; 
1863, 127 , 55 ; 1868, 148 , 36 ; 
see also Wagner and Saizew, 
Annahn, 1875, 179 , 304. 

Methylene iodide. 

Ethylene, butane. 

Lwow, J. Russ. Phys. Chem. 
Soc., 1870, 3, 170 ; Jahresber., 
1871, p. 419. 
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Reactions of Zinc Diethyl — continued. 


Koactiiig Substance. 

Itcsultiiig Products. 

Befbeenods. 

Nifcroetliaiie, tlioii 
water. 

2 -Niti*t»prupaiie, then 
water. 

2 -Nitrobutanc, CH^.CH 
(NOa).C 3 H 5 anaN-ethyl- 
N-sec. -butylhydroxyl- 
aniine, CH 3 . 0 H{C 2 H 5 ). 
N{ 0 H).C 2 H 5 . 

2 -Nitr( )-2-inetliyl- butane 
and N-ethyl-N-tci't.- 
aniylh^'droxylainine. 

Bewad, J. prakt, Glion.f 1901, 
[2J, 63 , 90, 193 ; see also Lach- 
man, J. A'nicr. Ghem. 80c. ^ 
1901, 23 , 897 ; Mamlock and 
Wolffenstem, Rcr., 1901, 34 , 
2499. 

do. 

l-Bromo-i-nitru- 

ethaiio. 

2 -Nitrobutane. 

Bovvad, J. Mitfid, PJiyif. Chem, 
80c., 1888, 20 , 133 : J. prakt. 
Chem., 1893, [2|, 48 , 356. 

Alkyl nitrites, 

ii.o.Na 

Diethylhvdi’oxyUmiiie, 
(C^HOiN.OH, and 
alcohols of tyjio R.OH. 

Bewad, J. fralct. Vhem., 1901, 
[ 2 ], 63 . 95. 

Nitro&obenzeiie. 

Phenyl hydroxylaniine, 
azoxybenzene. 

Laohman, Amer. Chem. J., 1899, 
21 , 437, 442 ; J. Amer. Chem. 
8oc., 1901, 23 , 901. 

Paraldehyde or alky- 
lene oxides. 

No action. 

(Iraiuchstadlen and Werner, 
Momish, 1901, 2Z, 323, 325. 

Acetaldehyde. 

Me thylethylcar binol. 

'W'agner, J. Itus>s. Phys. Chem. 
8oc., 1876, 8 , 39 ; Anmten, 
1876, i 8 i, 261. 

Acrolein. 

Ethylvmylcarbinol. 

AVagner, J, Buds. Phys, Chem. 
8oc., 1884, i 6 , 315. 

Chloral or butyro- 
chlorah 

Ethylene and correspoiid- 
ing primary alcohols. 

(jrazarolli-Thurnlakh, A malen, 
1881, 210 , 63; 1882, 213 , 
369 ; see also Deiacre, Compt. 
rend., 1887, 104 , 1184 ; Bull 
80c. chim., 1887, [2], 48 , 784. 

Bichloroacetal. 

Ethyl chloride, propylene, 
diethyl ether. 

Paterno, Anmlen, 1869, 150 , 134. 

Acetone* 

Mesityl oxide and other 
condensation products. 

Pawlow, A^inalen, 1877, 188 , 
130* 

Chlorodiniethyl ether. 
Similar reaction with 
chloroniethylethyl 
ether. 

Methylpropyl ether. 

Henry, Compt. rend., 1891, 113 , 
369 ; Bull Soc, chim., 1892, 
[3], 7 , 150. 

Diethyl oxalate or 
ethyl oxalyl chloride. 

a-Oxydiethyl-acetic ethyl 
ester. 

Prankland, AnmleTif 1863, 126 , 
109 ; Frankland and Duppa, 
Anmlen, 1865, 135 , 29 ; 

Henry, Ben, 1872, 5 , 950. 

Malonic ester. 

Phloroglucin dicarboxylio 
acid diethyl ester. 

Lang, Ber., 1886, 19 , 2938 ; see 
also Moore, Tmns. Chem. 80c,, 
1904, 8 s, 165. 
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Reactions of Zinc Diethyl — continued. 


Reacting Substance. 

Resulting Products. 

Repeeences. 

Acetyl chloride. 

Methyldiethylcarbinol or 
methylethjd ketone. 

Freund, Annalen, 1861, 118, 3 ; 
Butlerow, Zeihcli. Chem., 
1865, p. 614. 

Isobutyryl chloride, 
then water. 

Ethylene, ethylisopropyl 
ketone, ethylisopropyl 
carbinol, dietliyliso- 

propyl carbinol. 

Grigorowitsch and Pawlovv, J. 
Buss. Phijs. Chem. Soc., 1891, 
23, 162. 

Benzoyl chloride. 

Ethylphenyl ketone. 

Freund, Anmlen, 1861,* 1 18, 20 ; 
Kalle, Annalen, 1861, 119, 165. 

Acetic anhydride. 

Methylethyl ketone. 

Granichstadten and AFerner, 
Monatsh., 1901, 22, 315. 

Acetamide. 

Zinc acetamide, Zn(NH. 
CO.CHaja, ethane. 

Frankland, Jakresber., 1857, p. 
419 ; Gal, Bull. Soc. cJmn., 
1883, [2], 39, 647. 

Oxamide, 

Zinc oxamide, ethane. 

do. 

Ethylamine. 

Ethane, compound 

Zn(NH.02H5)2. 

Gal, Bull Soc. chm., 1883, [2], 
39, 583. 

Diethylamine. 

Triethylamine or tri- 
ethylphosphine. 

Compound Zn[N(02H5)2]2. 

No action. 

Frankland, Jahresber., 1857, p. 
419. 

Gal, loc. cit 

Diphenylnitrosamine. 

Diethylhydroxylaraine. 

Lachman, Amer, Chem. J., 1899, 
21, 436 ; Ber., 1900, 33, 1022 ; 
see also Japp and \Yilcox, 
Tratis. Chem. Soc., 1880, 37, 
665 ; Japp and Miller, Trans. 
Gkem. Soc., 1881, 39, 224. 

Tetraethyl ester of 
orthosilicic acid and 
sodium. 

Triethylsilioane, tetra- 

ethylsilicane, triethyl- 
silicyl ethyl ether, di- 
ethyl diethoxysilicane, 
ethyl triethoxysilicane. 

Ladenburg, Anmlen, 1872, 164, 
301. 


Zinc dipropyl, Zn(C 3 H 7 ) 2 , is obtained as follows : — 

1. By heating mercury dipropyl and zinc in a sealed tube at 120° to 
130° C.i 

2. By heating propyl iodide and zinc turnings under a reflux con- 
denser at 130° Yield 30 per cent. 

3. By heating together propyl iodide and zinc copper couple, then 
distilling the reaction mixture in a stream of carbon dioxide. Yield 
75 per cent.® 

^ Cahours, Gompt, rend., 1873, 76, 135, 751 ; Jahresber., 1873, p. 518. 

2 Pape, Ber,, 1881, 14, 1873. 

3 Gladstone and Tribe, Ber., 1873, 6, 1136; see also Henry, Compt. re)id„ 1891, Xi3> 
370. 
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4. Propyl iodide, 140 grams, and 5 grams of sodium zuic alloy are 
heated with 280 to 850 grams of zinc turnings for four to five days on 
the water-bath. Distillation of the product gives a 43 to 50 per cent. 

yield of zinc dipropyl. ^ t n 

Zinc dipropyl is a colourless, heavy liquid of very unpleasant smell, 
and its boiling-point differs according to the various investigators^ as 
follows : 140° C. (Gladstone and Tribe) ; 148° C. (Schtscherbakoff) ; 
150° C. (Pape) ; 158° to 160° C. (Cahours). It undergoes the following 
reactions : — 

L Decomposed by water, with evolution of propane. 

2. With phosphorus and arsenic trichlorides it yields tnpropyl- 
phosphine and tripropvlarsine respectively. 

3. With trichlorosiiicane it gives tripropyl and tetrapropylsilieanes.^ 

4. With tin tripropyl iodide, tin tetrapropyl is formed. 

5. With acetaldehyde, ethyl alcohol and methylpropylcarbinol are 

formed,^ , , i i 

G. Chlorodimethyl ether with zinc dipropyl yields methyl-ii-butyl 


7. With acetyl chloride, methylpropylcarbinol is formed and 
propylene evolved.^ In a similar way butyryl chloride gives dipropyl 
earbinol.® 

Zinc di-isopropyl, Zn(C 3 H 7 ) 2 , results as follows : — 

1 . Isopropyl iodide and zinc copper couple are heated at 50° C. and 
linally at 100° C.’ 

2. Isopropyl iodide (170 grams) in 100 grams of ether are heated for 
nine hours with 100 grams of zinc and 2 to 3 grams of sodium zinc alloy 
on a boiling water-bath, and the product distilled from an oil bath in a 
stream of carbon dioxide.® 

8. Isopropyl iodide (125 grams) and 140 grams of zinc dust are 
added to a large quantity of zinc turnings and the whole heated at 40° C. 
on the water-bath. Yield 25 per cent.® 

Zinc di-isopropyl is a mobile liquid, fuming strongly in air and 
readily oxidised to zinc di-isopropyl ate, Zn(OC 3 H 7 ) 2 . It boils with some 
decomposition at 135° to 137° C., but without decomposition at 94° to 
98° C. at 40 mm. It inflames when a large surface is exposed to the 
atmosphere. 

Zinc di-isobutyl, Zn(C 4 H 9 ) 2 , may be prepared by the following 
methods ; — 

1. By heating mercury di-isobutyl and zinc in a sealed tube at 130° 
to 150° 


1 vSehtscherbakoff, J. Rum, Phijs, Chem, Soo., 1881, 13, 350 ; Jahresber., 1881, p. 890 : 
Btr,, 1881, 14, 1710. 

2 Pape, Annalen, 1884, 222, 359 ; Ber., 1881, 14, 1873. 

3 IVagner, J. Russ, Phys, Ohem. Soc.^ 1884, 16, 283. 

* Henty, Bull, Soc, chim,, 1892, [3], 7, 150. 

s Markownikoff, J, Mss. Phys, Chem, 80c., 1883, 15, 406; Ber., 1883, 16, 2284; see 
also Wagner, J, Russ. Phys. Ohem, 80c., 1884, 16, 336; Garzarolli-Thurnlaokh, Amiale?i, 
1884, 223, 164. 

6 felchtacherbakoff, J. Russ. Phys. Chem. Soc„ 1881, 13, 343 ; Jahresber., 1881, p. 890 ; 
sec also Bogomolez, Anmlen, 1881, 209, 92. 

^ Gladstone and Tribe, Ber., 1873, 6, 1136. 

* Ragosin, J. Russ. Phys. Ohem. 80c., 1892, 24, 550. 

® Bohni, J. Russ. Phys. Ohem. 80c., 1899, 31, 46, 

Cahours, Coinpt. reud., 1873, 77, 1406; Bull. Soc. chim., 1874, [2], 21, 357; J, prakt. 
Ohem., 1836, [2], 8, 398 ; Marquardt, Ber., 1888, 21, 2038. > L 21, o , .p 
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2 . By heating zinc with isobutyl iodide for eight to ten hours on a 
water-bath, until gas evolution ceases, then rapidly distilling the product. ^ 
Yield 35 to 41 per cent. 

3. By heating zinc and isoproi^yl iodide for sixty hours under a 
pressure of 30 mm. on a water-bath, then distilling off the product in an 
atmosi:>here of hydrogen.^ 

Zinc di-isobutyl is a liquid, B.pt. 165® to 167°Tr.., less readily oxidised 
than zinc dipropyl. It reacts vigorously with trihalides of phos- 
phorus and arsenic, yielding corresponding phosphines and arsines. 
With acetaldehyde it forms principally ethyl alcohol, but also a little 
isobutyl alcohol,® and with isovaleryl chloride it gives di-isobutyl 
ketone.^ 

Zinc di-isoamyl, Zn(C 5 Hii) 2 , is prepared either by heating iso- 
amyl iodide and zinc at 180® C.^ or by heating mercury di-isoamyl and 
zinc in a sealed tube at 130° C.® It is a liquid, fuming in air and boiling 
at 220 ° C. and has a density of 1*022 at 0 ° C. With acetaldehyde it 
forms methylisoamyl carbinol, isoamyl alcohol, and ethyl alcohol.^ 

Zinc methyl methylate, CH 3 .Zn.OCH 3 , is obtained by dissolving 
zinc dimethyl in methyl iodide and passing air through the mixture or 
by treating zinc dimethyl with a little methyl alcohol.® It forms a 
camphor-like, crystalline mass, usually containing some zinc dimethyl- 
ate, Zn(OCH 3 ) 2 , and is decomposed by water into methane, methyl 
alcohol, and zinc hydroxide. 

Zinc methyl ethylate, CHg.Zn.OCgHg, is formed from zinc di- 
methyl and the tetraethyl ester of orthosilicic acid.® It is a crystalline 
compound, decomposed by water, with separation of zinc hydroxide. 

Zinc ethyl iodide, C 2 H 5 .ZnI, may be isolated by the following 
methods : — 

1. Ethyl iodide, zinc turnings, and a little zinc diethyl are allowed to 
stand in a sealed tube for about a week at room temperature.^® 

2. Ethyl iodide and zinc-coiDper couple are heated under reflux on a 
water-bath for thirty to sixty minutes.^^ 

3. Equivalent quantities of zinc and ethyl iodide are mixed with an 
equal volume of ether in a reflux apparatus, the air replaced by carbon 
dioxide, and the mixture heated until all the zinc dissolves. The ether 
is then evaporated off, leaving the zinc ethyl iodide as a crystalline 
mass.^® 

Zinc ethyl iodide is a white crystalline product which decomposes 
into zinc diethyl and zinc iodide when distilled in a stream of carbon 
dioxide. The following are some of the reactions carried out with zinc 
ethyl iodide : — 

^ Garzarolli-Thurnlackh and Popper, Anmlen^ 1884, 223, 108. 

*** Ponzio, Gazzeita, 1900, 30, ii. 23 ; Chem. Zentr,, 1900, li. 624. 

3 Ssokoloff, J. Russ, Phys, Chem. Soc., 1887, 19, 203 ; Jahresber., 1887, p. 1351. 

^ Ponzio, Gazzetta, 1905, 35, ii. 394. 

® Frankland, Awialen^ 1853, 85, 360. 

^ Frankland and Duppa, Annalen, 1864, 130, 122 ; Marquardt, Per., 1888, 21, 2038. 

’ Ssokoloff, J. Russ. Phys. Chem. Soc., 1887, 19, 203 ,* Jahresber., 1887, p. 1351. 

® Butlerow, Jahresber., 1864, p. 467. 

s Ladenburg, Anmlen, 1874, 173, 148. 

Fileti and Cantapulo, Gazzetta,, 1892, 22, ii. 388 ; Laclimaii, Amer. Chem. J,, 1900, 
24, 33. 

Laoliman, ibid. 

Michael, Amer. Chem. J., 1901, 25 423 ; see Job and Reich, Bull 800 , cUm,, 1923 
33» [ivj, 1414. 
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1. When heated with powdered tin it forms tin tetraethyl.^ 

2. With isobutyl iodide it gives trimethylethylmethane, ethylene, 
and isobutylene,^ 

3. With allyl iodide it yields ethyl iodide, diallyl, methylethylethy- 
lenc, ethylene, propylene.^ 

1. Zinc ethyl iodide with nitro-ethaiic gives ^-ethyl-p-sec-butyl- 
hydroxylainine,^ and A\’ith isoaniyi nitrite, jS.jS-diethylhydroxylamine, 

5. Witlx ehloroacetyl chloride it gives the chloroacetic ester 
of chloroniethyldicthylcar})inol, CH 2 C 1 .C(C 2 H 5 ) 2 . 0 .C 0 .CH 2 C 1 ; ^ with 
biityryl chloride it forms hexanon-(8) ; ® with benzoyl chloride, ethyl 
phenyl ketone is obtained,^ and with benzene sulphonic chloride, the 
main product is zinc benzene sulphinate and a little sulphone. 

6. Zinc ethyl iodide and diethyl malonate yield ethyl-diethyl malon- 
ate and some diethyl ester of diethyl malonic acid.® 

7. Zinc ethyl iodide docs not react with carbon dioxide.® 

Zinc ethyl" trichloroethylate, CgHg.Zn.O.CHg.CCl^, is obtained by 
the action of zinc diethyl on chloral in ethereal solution.^® The com- 
])ound is crystalline, and with w^ater yields trichloro- ethyl alcohol. 

Zinc isopropyl iodide, (CHgjgCH.ZnI. — Zinc and isopropyl iodide 
arc heated together and the product extracted with ether.^^ With 
isoamyl nitrite it yields N.N -di-isopropyl hydroxylamine, and with 
nitroethane, N-isopropyl-N-(a.j8-dimethylpropyl)-liydroxylamine is 
obtained. 

Zinc diphenyl, ZnPhaJ^ is obtained by boiling mercury diphenyl and 
zinc for tw'o minutes in an atmosphere of hydrogen. On cooling, 
rosettes of crystals of zinc diphenyl separated, M.pt. 105° C. The com- 
pound is dried in a A’acuiim apparatus at 80° C. in hydrogen atmosphere ; 
it then melts (in hydrogen) sharply at 105° to 106° C. Zinc diphenyl is 
susceptible to air and light, and in presence of water yields zinc hydroxide 
and benzene. In dry air it decomposes into zinc oxide and diphenyl. 
It inflames with fuming nitric acid. In hydrogen, zinc diphenyl boils 
under ordinary pressure at 280° to 285° C. xvith slight decomposition. 
It is easily soluble in benzene, ether, and light petroleum, also in chloro- 
form with evolution of heat. When the reaction product from the 
chloroform solution is decomposed ivith dilute nitric acid there is much 
chlor-ion in solution, and triphenylmethane may be isolated from the 
chloroform solution. From an io^ne solution of zinc diphenyl, phenyl 
zinc iodide is obtained. Zinc diphenyl heated with fifteen atomic 
proportions of mercury for ten minutes gives only traces of mercury 
diphenyl. 

^ Letts and Cullic, Jafircaber., 1886, p. 1601. 

- 8sininno\vitsch, •/. Russ. Phys. Ckem. Soc., 1899. 31, 41 ; Chem. Zentr.t 1899, i. 1066. 

- Gwosdow, J. Russ. Phys. Chem. Soc., 1903, 35, 340 ; Chem. Zentr., 1903, ii. 339. 

* Bewad, Ber., 1907, 40, 3072 ; J. Russ. Phys. Chem. Boc., 1907, 39, 958 ; Chem. Zentr., 
1908, i. 115. 

* Blaise and Herman, Aiui. Chini. Phys., 1911, [8J, 23, 522. 

“ jMichael, Ber.. 1906, 39, 2144. 

" 3Iicliaei, Amer. Ckem. J., 1901, 25, 423. 

® Michael, ibid., 424. 

9 Zelinsky, Ber., 1902, 35, 2694. 

19 GarzaroUi-Thurnlackli, Annalen, 1881, 210, 64 ,* Delacre, Bull. Soc. chim., 1887, [2], 
48, 780, 

11 Bewad, Eer., 1907, 40, 3066; J. Russ. Phys. Chem. Soc., 1907, 39, 950; Chem. 
Zaifr., 1908, i. 115. 

1^ ffilijert and Griittner, Ber., 1913, 46, 1675. 
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The physical constants for some mixed zinc alkyls ^ are given in the 
Appendix, Table I. 

Cadmium.2 

Lohr ^ from metallic cadmium and methyl iodide obtained a small 
quantity of cadmium methyl, but he was unable to purify it, Wanklyn ^ 
also obtained a small amount of liquid, undoubtedly cadmium diethyl, 
by the interaction of ethereal ethyl iodide and metallic cadmium. 
These compounds have since been obtained in good yields from cadmium 
halides and alkyl magnesium halides. Since the compounds are oxidised 
in air and affected by moisture, the Grignard solutions cannot be decom- 
posed by water, but are distilled directly, and the product purified by 
fractionation under reduced pressure. The boiling-points are high com- 
pared with those of the mercury dialkyls. This is not due to associa- 
tion, since the molecular weights determined by the freezing-point 
method indicate single molecules, and the vapour density of the 
methyl compound is normal. The pure cadmium dialkyls arc colourless, 
strongly refracting liquids, for the most part crystalline on strong 
cooling. They possess an unpleasant musty odour, and have a 
metallic taste. The low molecular compounds, especially the methyl 
derivative, are extremely volatile at ordinary temperatures, their 
vapours irritating the mucous membrane of the nose. They volatilise 
along with ether vapour, especially cadmium dimethyl, so that the 
complete separation, in sjnte of the wide difference of boiling-point, 
only succeeds with appreciable loss, even when a fractionating column 
is used. This bears a resemblance to zinc dimethyl which gradually 
decomposes on distillation.® In a nitrogen atmosphere in the dark, 
cadmium dialkyls may be kept for a month without decomposition. 
In the presence of traces of air or moisture they become coloured, par- 
ticularly rapidly in the light, when they change to steely-blue, and 
a black deposition of metal occurs. The methyl compound gives 
a white precipitate. When poured upon a -watch-glass they oxidise 
rapidly without inflaming, giving off brown fumes. They carbonise 
filter paper, which ultimately glows. They inflame under suitable con- 
ditions, and do so with hissing when drained from a pipette. Cadmium 
dimethyl differs from all other cadmium dialkyls in its oxidisability. It 
fumes less in air and becomes coated only with a white crust of methylate. 
In water the compounds sink, and when shaken slowly decompose with 
a crackling noise, continuing thus for hours. With most organic 
solvents they are miscible, the solutions in air becoming covered with a 
white film. Pure cadmium dialkyls can be heated in an indifferent gas- 
stream to 150° C. without decomposition. At slightly higher temper- 
atures they begin to decompose with evolution of gas and deposition 
of black metallic cadmium, and at 180° C. they explode. 

Cadmium dimethyl, CdMcg. — ^Twenty-nine grams (1-2 mols.) of 
magnesium and the requisite amount of methyl bromide are dissolved in 
350 c.c. of ether, and 136 grams (0-5 mol. ) of finely powdered, anhydrous 
cadmium bromide introduced in small quantities, with good shaking and 

1 Krause and Eromm, Ber,, 1926, S9, [B], 931. 

® Krause, Ber., 1917, 50, 1813. 

3 Lohr, Annalen, 1863, 87, 65. 

* Wanilyn, Quart. J. Chem. Boc., 1856, 9, 193 ; Jahresber.^ 1866, p. 554 

® Erankland, Annalen, 1859, iii, 62. 
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without coolin^jf. When the reaction is complete, the majority of the 
ether is distilled off in a stream of nitrogen, using a fractionating column, 
and a temperature not above C. The residue is distilled from an oil 
bath, in nitrogen, at a pressure of 13 mm., the ether and cadmium 
methyl being collected in a receiver cooled in liquid air or carbon dioxide- 
ether mixture. After one hour the temperature is raised to 120° C. 
The product is fractionated to remove the ether, then distilled in nitrogen 
at ordinal*}'' pressure. At 105*6° C. 60 grams of pure cadmium methyl 
are obtained. Yield 85 per cent. When poured into water it sinks, 
evolving methane and giving a precipitate of cadmium hydroxide. 
When cooled it solidifies, melting at -4*5° C., the crystals taking the 
form of star-shaped rods when the product is distilled under reduced 
pressure into a receiver cooled in liquid air. 

The following cadmium alkyls may be prepared in a similar manner, 
the yields being shown in each case : — 

Cadmium diethyl, 90 per cent. ; cadmium di-n -propyl, 85 per 
cent. ; cadmium di-n-butyl, 70 per cent . ; cadmium di-isobutyl, 
75 per cent. ; cadmium di-isoamyl, 55 per cent. 

Tlie physical constants of these compounds are shown in the 
Appendix, Tables II. and III. 

Cadmium diphenyl, CdPlig,^ may be obtained by heating metallic 
cadmium and mercury diphenyl in an atmosphere of hydrogen. It is 
stable in the dry state, but becomes discoloured when kept in a vacuum 
desiccator for an hour. When air is passed through its benzene solution 
several colour changes take place, and a reddish-brown body is finally 
precipitated. With water the brown solution is decolorised and 
cadmium hydroxide preeijntated. Cadmium diphenyl quickly de- 
colorises iodine solution, and the cadmium may be replaced by mercury 
or zinc with formation of mercury and zinc diphenyl. 

^ Hilpert and Oruttner, Ber,, 1913, 46 , 1675. 



CHAPTER III. 


MERCURY. 

Alkyl Compounds op the Types RgHg and RHgX. 

The early workers on the type RaHg prepared their compounds by 
making use of dilute sodium amalgams. The alkyl iodides were shaken 
with an excess of sodium amalgam, containing 0*2 to 0*25 per cent, of 
sodium, in the presence of methyl or ethyl acetate, the latter acting as a 
catalyst. In this way the following derivatives were produced, methyl, 
ethyl, n-propyl, isobutyl, isoamyl, and n-octyl. The reaction takes 
place readily at ordinary temperatures and is very vigorous in the case 
of the lower members of the series. Since the discovery of the Grignard 
reagent, the above method of preparation has been abandoned, and 
practically all the compounds have since been isolated by the inter- 
action of magnesium alkyl halides and mercury halides. Amongst other 
methods of preparation devised for the production of these compounds 
the following are of interest. Mercury dimethyl has been formed from 
methyl mercuric iodide (type RHgX) by distillation with potassium 
hydroxide or cyanide, calcium hydroxide, zinc methyl or granulated 
zinc, or by boiling its pyridine solution with metallic copper. Methyl 
mercuric acetate in the presence of pyridine when subjected to electro- 
lysis yields mercury dimethyl, also the action of aluminium carbide 
on a dilute hydrochloric acid solution of mercuric chloride. Mercury 
diethyl has been obtained from methyl or allyl mercuric iodides by 
treating them with zinc ethyl and also from a-naphthyl mercuric bromide 
and ethyl magnesium bromide. The latter reaction was carried out in 
an attempt to produce mercury ethyl a-naphthyl. Triethylbismuthine 
is decomposed by mercuric chloride, the mercury replacing the bismuth, 
forming mercury diethyl. The only case when mercuric oxide is used 
in the formation of the type R 2 Hg is its interaction with ethyl hydrazine 
to produce mercury diethyl.. Mercury di-sec-butyl has been formed by 
the electrolysis of methyl ethyl ketone using a mercury cathode. 

All the compounds of the type RgHg are liquids ; the methyl and 
ethyl derivatives are volatile at ordinary temperatures, and are said 
to be very poisonous. Mercury dimethyl, diethyl, and di -n-propyl may 
be distilled under ordinary pressure without decomposition ; mercury 
di-isopropyl, di-n-butyl, di-isobutyl and di-sec-butyl, have only been 
distilled under reduced pressure ; mercury di-tert-butyl and di-tert- 
amyl show considerable decomposition even when distilled at 5 mm. ; 
mercury di-isoamyl also undergoes decomposition when distilled 
vacuo, but is volatile in steam, whilst mercury di-see-octyl cannot be 
distilled at all, since it decomposes even at 3 mm. 

Mercury di-isobutyl and di -isoamyl react with halogens to form 
halides of the type RHgX, and mercury diethyl gives similar results 

29 
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except that it inflames with chlorine. Iodine reacts with mercury di- 
methyl, di-n-propyl, di-sec-biityl, and di-n-octyl to yield the correspond- 
incj iodides, RHgl. 

With acids, mercury dimethyl, diethyl, and di-n-propyl form salts 
of the type RHgX, but mercury di-isoamyl is decomposed by glacial 
acetic acid. 

By electrolysing methyl or ethyl mercuric halides in liquid ammonia 
solution the complexes, MeHg- and EtHg- are obtained as black deposits 
on the cathode, which show metallic reflexion and have a high electrical 
conducti\dty. 

The mercury may be replaced from mercury dimethyl by sodium, 
magnesium, zinc, or aluminium under suitable condition with formation 
of organometallic compounds of these metals ; with mercury diethyl, 
the reaction takes place with sodium, magnesium, cadmium, beryllium, 
zinc, aluminium, bismuth, and tellurium ; with mercury di-n-propyl, 
the metals sodium, berjdlium, zinc and aluminium react, and sodium 
also reacts with mercury di-n-octyl. 

Phosphorus trichloride, stannous chloride, and mercuric iodide give 
products of the type RHgX with mercury dimethyl, but cadmium 
iodide does not yield the above type, and antimony trichloride yields an 
organometallic compound. Mercury diethyl reacts with the trichlorides 
of phosphorus, arsenic, and antimony to yield organo derivatives of these 
elements, and with mercuric chloride it gives ethyl mercuric chloride. 

Some of the methods by which the type RHgX may be prepared are 
outlined in the above discussion of the type R 2 Hg. In contrast to the 
compounds just discussed, all derivatives of the type RHgX are solids. 
It has been pointed out that a number of the halides may be obtained 
by the direct action of halogens. Others may be formed from the 
corresponding hydroxides by the action of acids, whilst tert-butyl, tert- 
amyl, and sec-octyl mercuric bromides are prepared by treating the 
magnesium alkyl halides with an excess of mercuric bromide. Mag- 
nesium n-butyl bromide with an excess of mercuric chloride gives equal 
parts of the chloride and bromide. The halides, especially the iodides, 
may be converted to the hydroxides by moist silver oxide, and in the 
case of the methyl and ethyl compounds they may be obtained direct 
from the RaHg type by the action of potassium permanganate. 

It w^as discovered as early as 1852 that mercury combines with 
methyl iodide in sunlight to form methyl mercuric iodide, and a similar 
reaction takes jflace with ethyl iodide, but owing to the tendency of 
ethyl mercuric iodide to decompose in direct sunlight, the operation must 
be conducted in diffused light. The n-propyl and isobutyl iodides also 
react with mercury to give the corresponding iodides. The reaction, 
however, is much more rapid with the unsaturated alkyl and propargyl 
iodides, wdiilst with methylene iodide it only goes to completion after 
se\'eral days. Methyl mercuric iodide has also been formed by treating 
magnesium methyl iodide with an excess of mercuric chloride. 

Alkyl Compounds of the Type RgHg. 

Mercury dimethyl, HgMcg, may be prepared : 

1. By the distillation of a mixture of methyl mercuric iodide and 
solid potassium cyanide.^ 

^ Buckton, Annalen, 1858, io8, 103 ; Jahresher., 1858, p. 388. 
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2. The same comiDound is isolated when the potassium cyanide 
is replaced by potassium or calcium hydroxide. 

3. By the distillation of methyl mercuric iodide and zinc dimethyl.^ 

4. By the distillation of methyl mercuric iodide and granulated 
zinc. 2 

5. A mixture of 10 parts of methyl iodide and 1 part of methyl 
acetate is shaken with an excess of 0-2 per cent, sodium amalgam, the 
whole being kept cool as the reaction is very violent during its initial 
stages.^ 

6. Mercuric chloride is dissolved in a very dilute aqueous solution of 
hydrochloric acid and an equal weight of aluminium carbide added, 
mercury dimethyl soon separates.^ 

7. By action of the Grignard reagent on mercuric chloride.® In this 
reaction it is necessary to remove any unchanged magnesium from the 
Grignard solution before the addition of the mercuric chloride, otherwise 
some reduction to mercurous salt occurs, the yield being consequently 
lowered. Yield 61 per cent. 

8. The most satisfactory method so far described for the preparation 
of mercury dimethyl consists in subjecting an aqueous solution of 
methyl mercuric acetate containing pyridine to electrolysis.® This 
process gave a yield of 92 per cent. 

9. By treating methylmercuric iodide in pyridine solution with 
metallic copper.’ 

The compound is a colourless liquid having a faint sweetish odour, 
is easily inflammable and a very deadly poison; B.pt. 93° to 96° C., 
density 3*069 ; 2*95412 at 22*2° C. It is readily soluble in alcohol or 
ether, insoluble in water. The following values were found for the 
refractive index by Ghira;® ria 1*52780; n^ 1*55588; ud 1*53266 at 
22*2° C. The following physical constants are due to Krause : ® B.pt. 
92° at 761 mm., density 3*0836 at 19*2° C., nna 1*54212, nD 1*54735, 
nH /3 1*56052, nn^ 1*57177 at 16*8° C. From these the following were 
calculated: MRna 23*528; MRd 23*717; MA,-., 1*058; 0*659; 

ARna 12*148; ARp 12*282; AA^_« 0*773; AA^-.a 0*472. The molec- 
ular heat of combustion at constant volume is 430,800 calories,^® and 
work on the dielectric constant has been carried out by Matthews, 
and studies of the absorption spectra by Crymble.^^ The complex 
MeHg- has been isolated by electrolysing methyl mercuric halides 
in liquid ammonia solution. It forms a fine black deposit on the 
cathode, and may be obtained in the form of flakes if the process be 
carried out in water or alcohol solution. The latter form appears to be 
more stable than the former, which decomposes into mercury and 

^ Buekton, Annalen, 1859, 109, 222 ; Jahresber,, 1858, p. 390 ; «/. praH. Chem., 1859, 
[1], 76, 362. 

® Buekton, Trails. Chem. Soc., 1863, 16, 21 ; Jdhresber.y 1863, p. 469. 

® Frankland and Duppa, Trans. Chem. Soc., 1863, 16, 415 ; Annalen, 1864, 130, 104. 

* Hilpert and Ditmar, Ber., 1913, 46, 3738. 

° Marvel and Gould, J. Amer. Chem. Soc., 1922, 44, 153. 

® Maynard and Howard, Trans. Chem. Soc., 1923, 123, 960. 

’ Hein, Wayler, and Better, Ber., 1925, 58, [B], 1506. 

® Gkira, Atti. R. Accad. Lincei, 1894, [5], 3, i. 298 ; Gazzetta, 1894, 24, i. 311, 

® Krause, Ber., 1926, 59, [B], 935. 

Berthelot, Compt. rend., 1899, 129, 918. 

Matthews, Chem. Zentr., 1906, i. 224. 

Crymble, Trans. Chem. Soc., 1914, 105, 658. 

Kraus, J. Amer. Chem. Soc., 1913, 35, 1732. 



32 OEGANOMETALLIC COMPOUNDS. 

mercury dimethyl at room temperature. The deposits have a high 
conductivity and exhibit metallic reflexion. 

Mercury dimethyl undergoes reactions with various substances as 
indicated in the following table : — 


REACTIONS OF MERCURY DIMETHYL. 


Reacting Sub- 
.stance. 

(Conditions of 
Reaction. 

Resulting Products. 

References. 

Halogens, e.f/. 
iodine. 

i 

Alcoholic .solu- 
tion. 

Methyl mercury iodide ; 
methyl iodide. 

Biiekton, Annalen, 1858, io 8 , 
i03 ; Frankland and Duppa, 
Trans. Chem. 8oc., 1803, i 6 , 
415 , Annalen, 1864, 130 , 104 ; 
HilpertandDitmar, Ber., 1913, 
46 , 3738. 

: Cvanoaen iodide. 

j 

! 

Ether .solution at 

C. 

Ether .suluti<»n at 
110 '^ C. 

Mercurie eyanide. 

Mercuric iodide, methyl iso- 
cyanide. 

Calmels, Compt. rend., 1884, 99 , 
240. 

Concentrated 
sul])huric or 
hydrtjohlorie 
acids. 

• • 

Methane, methyl mercuric 
salts. 

Buckton, 'ihid. 

( Jlaeial acetic 
acid. 

120-130” C. fur 
1 lumr. 

2.00” ('. fur 1C 
hdurii. 

Methane, methyl mercuric 
acetate. 

Metallic mercury, brown 
amorphous product. 

Otto, Annalen, 1870, 154 , 198. 

Jones and Werner, J. Amer, 
Chem. Soc., 1918, 40 , 1257. 

Nitrogen per- 
oxide. 

Ether Sdintion 
at - 20 ° C. 

Imido dihydroximic acid. 

Dioxybiuret, methyl mer- 
curic nitrate. 

Bamberger, Btr., 1899, 32 , 3546 ; 
Bamberger and Muller, Ber., 
1899, 32 , 3549. 

Phosphorus tri- 
chhjride. 


Methyl mercuric chloride. 

Buckton, he. ctt. 

Antimony tri- 
chloride. 


Methyl mercuric chloride, 
mercury, trimethylstibine 
dichloride. 

Buckton, Trans. Chem. Soc., 
1863, 16 , 22 ; Jahresber., 1863, 
p. 470 ; Landolt, Annale7i, 
1851, 78 , 91. 

j Mercuric iodide. 

1 


Methyl mercuric iodide. 

Buckton, Annalen, 1858, 108 , 
105. 

Cadmium iodide. 


^'[ethane, mercury, mercuric 
iodide. 

Lohr, Annalen, 1891, 261 , 48. 

Stannous chlor- 
ide. 

* * 

Crystalline product yielding 
methyl mercuric chloride 
and a tin compound with 
water. 

Buckton, he, cit. 

Potassium per- 
manganate. 


Methyl mercuric hydrox- 
ide (?) (not isolated). 

Seidel, J. praM. Chem., 1884, [ 2 ], 
29 , 135. 

Thiodimethyl- 

aniline. 

Sealed tube at 
150-210° C. 

Metallic mercury, grey pro- 
duct not analysed. 

Holzmann, Ber., 1888, 21 , 2071. 
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Reacting 8ii])- 
I stance. 

C’onditiuna of 
Reaction. 

Resulting Products. 

PvRl^ERENCES. 

Sodium, 

Alcoholic solu- 
tion. 

Inert solvents. 

Mercury, gas evolved. 

Sodium methyl. 

Chapman, Tranfi. Ghem. Soe.^ 
1866, 19, 150; AnnaJerif 1866, 
I39> 128. 

Schlenk, Bm\, 1917, 50, 262. 

Sodium and car- 
bon dioxide. 

Ether solution. 

Traces of sodium acetate. 

iSchorigin, Rer., 19087 41, 2722. 

CadmiLim. 


hie thane, cadmium amal- 
gam. 

Lohr, he. eiU 

Magnesium. 

Sealed tube at 
130“ Q. for 36 
hours. 

Metallic mercury, magnesium 
dimethyl. 

Lohr, he, at . ; Fleck, Annakn, 
1893, 276, 130. 

Zinc, 

Sealed tulie at 
120“ 0. 

Metallic mercury, zinc di- 
methyl. 

Frankland and Duppa, Trans, 
Ghem. Soc., 1864, 17, 28 ; 
Anmlen, 1864, 130, 117. 

Aluminium. 

Sealed tube at 
100® for several 
liours. 

Aluminium Irimethyl. 

Buckton and Odling, Ammlen 
Suppl, 1805-1866, 109; Proc, 
Mtj. Soc., 1865, 14, 19. 

Cahours, Anmlen, 1860, 114, 243. 


Mercury diethyl, HgEtg, is obtained as follows - 

1. By the distillation of ethyl mercuric chloride with potassium 
cyanide. The yield is very small. ^ 

2. By the addition of mercuric or mercurous chloride to cooled zinc 
diethyl.^ 

3. By the distillation of ethyl mercuric iodide ^vith zinc diethyl.^ 

4. From methyl mercuric iodide and zinc diethyl, the other products 
of reaction being zinc dimethyl and zinc iodide.^ 

5. From allyl mercuric iodide and zinc diethyl in cold ether, the reac- 
tion yielding, in addition, diallyl and mercury.® 

6. By the interaction of 2 per cent, sodium amalgam and ethyl iodide, 
using ethyl acetate as a catalyst.^ The ethyl iodide may be replaced by 
ethyl bromide.® 

7. From ethyl mercuric cMoride and alkaline stannous chloride 
solution.^ 

8. From a-naphthyl mercuric bromide and ethyl magnesium 
bromide.’ 

9. Formed in small quantity when ethyl hydrazine is acted upon by 
mercuric oxide.® 

^ Buckton, AmaUn, 1858, io8, 103 ; 1859, 109, 218 ; Jahresber,^ 1858, p. 389. 

2 EranMand, Annalerit 1859, iii, 57; Jdhresbtr., 1859, p. 413. 

3 Linnemann, AnmUn, 1866, 140, 180 ; Krassowski, B&r., 1870, 3, 625 ; Oppenheim, 
Ber., 1871, 4, 671. 

^ EranJdaud and Duppa, Trans. Ghem. Soc.^ 1863, 16, 418, 424 ; Anmlen^ 1864, 130, 
109, 117. 

® Chapman, Trans. Ghem. Soc., 1866, 19, 150 ; Anndkn, 1866, 139, 138, 

® Dimroth, Ghem. ZeMr., 1901, i. 451 ; Ber., 1902, 35, 2853. 

’ Hilpert and Gruttner, Ber., 1915, 48, 908. 

® Fischer, Annalen, 1879, 199, 332 

VOL. XI. : L 3 
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10. By the action of mercuric chloride on bismuth triethyl. ^ 

11. From ethyl magnesium bromide and mercuric chloride. Yield 
60 to 63 per cent.^ 

12. By treating ethyl mercuric chloride in pyridine solution with 
metallic copper.® 

Mercury diethyl is a liquid of penetrating odour and appreciably 
volatile at ordinary temperature. It boils at 159° C., has a density of 
2*42346 at 23*2° C. and is readily soluble in ether, less soluble in alcohol, 
and insoluble in water. The following physical constants have been 
determined: Refractive index, nna 1*53519; no 1*53990; nn^ 1*56240 
at 28*2° C.'* Physical constants by Krause : ^ B.pt. 57° C. at 16 mm., 
density 2*4660 at 20° C., iiHa 1*54285, iid 1*54765, Hh/j 1*55990, nH<) 
1*57048, MRna 33 018, MRb 33*262, MAy_a 1*386, MA^_a 0*857, 
ARna 12*442, ARb 12*591, AA 0*873, AA^j-a 0*530. Molecular 
heat of combustion at constant Wume, 738,600 calories.® Investiga- 
tions on the dielectric constant have been carried out by Walden,^ and 
the complex C 2 H 5 Hg- was isolated by Krause in a similar manner to the 
corresponding methyl body. Whilst mercury dimethyl possesses much 
the same absorptive power as mercuric chloride, the diethyl compound 
shows much greater absorption.® 

Reactions . — ^The action of various substances on mercury diethyl 
is shown in the following table : — 


REACTIONS OF MERCURY DIETHYL. 


Reacting Sub- 
stance. 

Conditions of 
Reaction. 

Resulting Products. 

References. 

Chlorine. 

Bromine or io- 
dine. 

Aqueous solu- 
tion. 

Mercury diethyl inflames. 

Ethyl mercuric halides, 
ethyl halides. 

Buckton, Annalen, 1859, 112, 
221 ; Jahresber., 1859, p. 408. 
do. 

Hydrochloric or 
sulphuric acid. 

Heat. 

Ethyl mercuric salts, ethane. 

Buckton, he. cit. ; Annalen^ 
1858, 109, 220; Jahresber,, 
1858, p. 390 ; J. prakt. Chem., 
1860, I, 79; Schorlemmer, 
Annalen, 1864, 132, 234. 

Glacial acetic 
acid. 

Heat at 220° C. 

for 16 hours. 
Heat at 120° C. 
for 1 hour. 

Ethyl acetate, mercury, 
ethane, ethylene. 

Ethyl mercuric acetate. 

Jones and Werner, J. Amer. 

Chem. 80 c., 1918, 40, 1257. 

Otto, Annalen, 1870, 154, 198, 

Bromacetic ester. 

Heat at 150° C. 
for 8 hours. 

Ethyl mercuric bromide, 
traces of ethyl acetate. 

Sell and Lippmann, J. prakt. 
Chem., 1866, (1), 99, 432. 


1 Dunhaupt, J. prakt. Chem., 1854, [1], 6i, 423; Annalen, 1854, 92, 379. * 

® Marvel and Gould, J. Amer. Chem. Soc.y 1922, 44, 153. 

* Hein, Wagler, and Better, Ber„ 1925, 58, [B], 1506. 

^ Ghira, Atti. R. Accad. UMd, 1894, [5], 3, i. 298; Qazzdta, 1894, 24, i. 311. 
5 Krause, Per., 1926, 59, [B], 935. 

® Berthelot, Compt rtnd.y 1899, 129, 918. 

^ Walden, Zeitsch. physikal. Chevn.^ 1903, 46, 180. 

® Crymble, Trans. Chem. Soc., 1914, 105, 658. 
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Reactions of Mercury Diethyl— conHmiecl 


Rf^acting Sub- 
stance. 

Conditions of 
Reaction. 

Resulting Product.^. 

References. 

Mercuric olilor- 
ifle. 

Heat with rather 
less than cal- 
culated quan- 
tity of HgCl 2 
or alcoholic 
solution. 

Ethyl mercuric chloride. 

Prankland, Annalen, 1859, in, 
60 ; Juhresber., 1859, p. 413 ; 
Frankland and Duppa, Trftn,^. 
Ghem. Soc.^ 18G3, i 6 , 415 ,* 
Annalen, 1864, 130 , 104. 

Phosphorus tri- 
chloride. 

Heat. 

Ethyl diehlorophosphine, 
EtPCla. 

Ouichard, Ber , 1899, 32 , 74 ; 
see Michaelis, Ber., 1880, 13 , 
2174. 

Arsenic trichlor- 
ide. 

Excess of tri- 
chloride. 

Ethyl dichloroarsine. 

La Coste, Annalen, 1881 , 208 , 33. 

Antimony tri- 
chloride. 

• • 

Ethyl mercuric chloride, tri- 
ethylstibine. 

Biiekton, Tram. C}iem.Soc.,l^%Z, 
16, 22 ; Jnliresher., 1863, p. 
470. 

Potassium per- 
manganate. 

Boil mixture in 
aqueous solu- 
tion. 

Heat. 

Ethyl mercuric hydroxide. 

Mercury, combustible gas. 

iSeidel, J. praU. Cliem., 1884, ( 2 ), 
29 , 134. 

Buckton, he. cU. 

Iodoform. 

Heat to 90° C. 

Acetylene, ethylene, ethyl 
mercuric iodide, ethyl 
iodide. 

Suida, MonaUli., 1880, i, 716. 

AUyl iodide. 

Heat at 120- 

150 ° a 

DiaHyl, ethyl mercuric 
iodide, ethyl iodide. 

do. 

Phenyl iododi- 
chloride. 

i 

i 

lodobenzene, ethyl chloride, 
ethyl mercuric chloride. 

Willgerodt, Ber., 1897, 30 , 67; 
1898, 31 , 921. 

Phenylarsenious 

sulphide. 

Heat. 

Phenyl diethyl arsine, mer- 
curic sulphide. 

Michaelis and Schulte, Ber., 1882, 
15 , 1956. 

Arsenobenzene. 

Heat to 150° C. 

Phenyl diethyl arsine, me- 
tallic mercury. 

Michaelis and Schulte, he. cit.; 
Ber., 1881, 14 , 1952. 

Sodium. 

Heat to 100- 
170° C. 

Sodium ethyl. Equal vol- 
umes of ethane and ethy- 
lene. 

Schorigin, Ber., 1910, 43 , 1931 ; 
cf. Buckton, Aimaleyi, 1859, 

1 12, 220. 

Sodium and car- 
bon dioxide. 

Substances 
heated in ether 
solution and 
' gas passed in. 

Propiomc acid (sodium salt). 

Schorigin, Ber., 1908, 41 , 2722. 

! 

Sodium and ben- 
zophenone. 

Ether solution in 
hydrogen or 
nitrogen atmo- 
sphere. 

Ethyldiphenylcarbinol. 

do. 

Sodium and 

methyl ester of 
benzoic acid. 

Do. 

Diethylphenylcarbinol. 

do. 

Sodium and 

benzaldeliyde. 

• • 

Ethylphenylcarbinol. 

do. 
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Reactions of Mercury DiethYl^continned, 


Rpactiii<J: Sul)- 

Condithms nf 
Reaction. 

Resulting Products. 

Referenoer. 

Magnesium. 

Heat at 130° 0. 
for 36 liours. 

[Magnesium dietliyl, mer- 
cury. 

Lohr, Avnalen, 1891, 261, 4 
Fleck, Annalen, 1893, 276, H 

Berjdlium (glii- 
chium). 

Heat at 135® 0. 
in scaled tube. 

Beryllium di(‘thyl. 

Cahours, CompL rend., 1873, 7 
1383 ; Jdliresher., 1873, 520. 

Cadmium. 

Heat at 100- 
130® C. 

Cadmium diethyl (not free 
from mercury). 

Frankland and Duppa, Tran 
Chem. 80c., 1864, 17, 2f 
Annakn. 1864, 130, 117. 

Zinc. 

Heat at 100° C. 
fur 30 hours. 

Zinc diethyl, mercury. 

do. 

Cupper. 

Heat at 150® C. 
fnr 5-0 hours. 

Slight amalgamation and a 
gas evolved. 

do. 

Aluminium. 

1 

1 

! 

Aluminium triethyl. 

Cahours, Annakn, 1860, ii- 
242 ; Buckton and Odlin^ 
Annalen Suppl, 1866, 109-J K 
Proc. Boy. Hoc.. 1865, 14, 19. 

Iron (reduced 
from aesqui- 
oxide by liy- 
drogen). 

1 

i\letallic mercury, no trace of 
organic compound. 

Frankland and Duppa, he. cit. 

Bismuth. 

Heat at 120- 
140® C. 

Bismuth triethyl. 

do. 

Silver, gold, zir- 
conium. 

Heat at 150® C. 

No organic compounds. 

do. 

Tellurium, 


Tellurium diethyl. 

Zeisor, Ber., 1895, 28, 1670. 


Mercury di-n-propyl, Hg(C 3 H 7 ) 2 , may be obtained: 

1. Two hundred grams of n-propyl iodide are treated with 0*2 per 
cent, sodium amalgam, in presence of 30 grams of methyl acetate. 
Tlie resulting paste when treated with dilute potassium hydroxide, then 
steam distilled, yields an oil which is impure mercury dipropyl. ^ 

2. By the interaction of magnesium propyl bromide and mercuric 
chloride or bromide.^ 24-3 grams of mercuric bromide are added in 
small portions to the Grignard reagent from 23 grams of n-propyl 
bromide and 4*3 grams of magnesium in 100 c.c. of ether. All the 
mercuric bromide goes into solution and the reaction is accompanied by 
violent boiling, the mixture after boiling on the water-bath for one hour 
being decomposed by water. Extraction with ether yields 4*5 grams 
of mercury propyl bromide and 6-0 grams of mercury dipropyl, B.pt. 
189° to 191° C. A small quantity of metallic mercury is also obtained. 

1 Cahours, Compt rend., 1873, 76, 135; JaJiresber., 1873, p. 517; Schtscherbakow, 
J. Buss. Phjs. Chem. 1881, 13, 353 ; Chem. Zentr., 1881, 620; Goret, Bull. 80c. 
PJiarmacol, 1922, 29, 297 ; Che7ii. Zentr., 1922, (iii.), 1371. 

2 Marvel and Gould, J. A^mr. Chem. 80c., 1922, 44, 153; Goddard, Trans. Chem. 80c., 
1923, 123, 1168. 
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Mercury di-xi-propyl is a liquid having a faint odour which becomes 
very penetrating when heated, B.pt. 189° to 191° C., 75° to 77° C. at 25 inm. 
It is insoluble in water, more readily in alcohol, and very soluble in ether. 
At 16° C. its density is 2*124, and at 0° C. 2*046 A 

1. When the compound is distilled it undergoes partial decom- 
position and mercury separates out.^ 

2. It reacts with iodine very vigorously, forming propyl iodide and 
propyl mercuric iodide, but with 2 mols. of iodine, propyl iodide and 
mercuric iodide, whilst bromine water yields brilliant lamime of propyl 
mercuric bromide.^ 

3. When boiled with acids, propane is evolved and propyl mercuric 
salts formed.^ 

4. With tin triproi^yl iodide it yields tin tetrapropyl.® 

5. Zinc decomposes mercury dipro23yl at 100° to 120° C. with the 
formation of zinc dipro^Dyl ; aluminium at 130° C. yields aluminium 
trij^ropyl, and beryllium gives beryllium dipropyl. 

6. When treated with thallic chloride, projDyl mercuric chloride, 
thallous chloride, and thallium dipropyl chloride are obtained.^ 

Mercury di-isopropyl, B.pt. 119° to 121° C. at 125 mm, ; ^ nn 
1*532. 

Mercury di-n-butyl, B.pt. 120° to 123° at 23 mm. Yield 47 per 
cent. 

Mercury di -isobutyl may be prepared as follows : — 

Fifty grams of isobutyl iodide and 10 grams of ethyl acetate are 
shaken with a considerable excess of 0*25 per cent, sodium amalgam. 
After comj^letion of the reaction the whole is treated with water and 
ether, the ether layer extracting the mercury dialkyl and di-isobutyl, the 
latter being removed by distillation in steam. Again take up in ether, 
and dry the ethereal solution over calcium and fractionally distil, when 
mercury di-isobutyl distils at 140° C. at 70 mm.® Mercury di-isobutyl 
is a liquid having a feeble odour when cold, but becoming penetrating 
when hot. It is volatile in steam and boils at 205° to 207° C. ; density 
at 15° C., 1*835 ; at 16° C., 1-719 ; at 0° C., 1*747.7 When treated ^vith 
halogens it yields isobutyl halides and isobutyl mercuric halides. By 
heating at 150° C. with metallic zinc for thirty-six hours, and fraction- 
ating the resulting product in hydrogen, zinc di-isobutyl is obtained, 
wliilst aluminium at 120° to 125° C. reacts rapidly with the mercury 
compound to yield aluminium tri-isobutyl. 

Mercury di-sec-butyl is obtained as follows : — 

1. This compound is obtained in good yield when methyl ethyl 
ketone is electrolysed, using a mercury cathode. The best yields are 
produced at temperatures between 45° and 50° C., using a current of 
25 amperes per square decimetre and a voltage of 7*6 to 8*4. The 
cathode, liquid consists of the ketone with about thirteen times its 
weight of 30 per cent, sulphuric acid, the anode liquid being 20 per cent. 

^ CahoTirs, Gompt, rend., 1873, 76, 749. 

2 Schtscherbakow, he, cit. 

® Caliours, he. cit, 

* Goddard, he. cit. 

^ Marvel and Gould, he. cit. ; see Tafel, Ber., 1906, 39, 3626. 

'* Marquardt, Ber., 1888, 21, 2035 ; Gahours, Gompt. retid., 1873, 77? -1195 ,* J. prakt, 
Gkem., 1873, [2], 8, 397 ; Chapman and Smith, Tratis, Chem. Boc., 1869, 22, 163 ; Ponzio, 
Gazzetta, 1900, 30, (ii.), 24 ; Ssokolow, J. Russ. Phys. Ghem. Soc,, 1887, 19, 202, 

^ See Louise and Rou^, Gompt, rend,, 1888, 107, 601. 
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sulphuric acid. In two hours the amount of crude mercury dialkyl is 
1 -3 times the weight of ketone used, and the product is then distilled in 
a high vacuum to purify it.^ 

2. The solution from 12 grams of magnesium, 75 grams of sec- 
butyl bromide in 500 e.c, ether, is treated with 45 grams of mercuric 
chloride, and the mixture then boiled for eight hours on the water-bath 
and decomposed in the usual way. Yield 66 per cent.^ 

Mercury di-sec-butyl is a colourless oil, B. 2 :)t. 46° C. at 0*3 mm., 
91° to 03° C. at 15 mm., 93° to 96° C. at 18 mm. ; density 1‘763 at 20° C. ; 
111 ) 1*511 at 20° C. It cannot be distilled under ordinary pressures 
without decomposition, and when its ether solution is treated with 
iodine, sec-butyl iodide and sec-butyl mercuric iodide are formed. 

Mercury di-tert-butyl is prepared in the manner described 
above. A considerable amount of tert-butyl mercuric bromide is pro- 
duced during the reaction. The yield of the mercury dialkyl is only 
9 per cent., B.jit. 78° to 82° C. at 5 mm., and even at this low pressure 
a large amount of the substance is decomposed, even the final pro- 
duct containing some hydrocarbon. Density 1-749 at 20°C. ; n^ 
1-521. 

Mercury di -isoamyl. — ^This comiiound may be prepared in the 
same way as mercury di-isobutyl by rcjilacing the isobutyl iodide by 
isoamyl iodide. It is a colourless, transiparent, mobile liquid, possess- 
ing a faint amyl odour, and cannot be distilled even in vacuo without 
partial decomposition, although it is volatile in steam without decom- 
position, If heated above 140° C. considerable quantities of mercury 
separate. Its boiling-j)oint at 70 mm. is 172° C., and the density at 0° C. 
is 1-6663.3 

Mercury di-isoamyl is insoluble in water, slightly in alcohol, but 
readily soluble in ether. It docs not oxidise in air, but when drojiped 
into chlorine it forms isoamyl mercuric chloride. In contact with solid 
iodine it reacts with a hissing sound, and the reaction with bromine is 
still more violent. An ethereal solution of mercur}^ di-isoamyl treated 
first with alcoholic and then with solid iodine gives isoamyl mercuric 
iodide and isoamyl iodide. Treatment with an excess of mercuric 
chloride in alcohol yields isoamyl mercuric chloride. 

With sodium, sodium isoamyl is formed, but in ethereal solution in 
a stream of carbon dioxide, isobutyl acetic acid results.^ Mercury di- 
isoamyl heated with zinc in a sealed tube for thirty-six hours at 130° C. 
yields zinc di-isoamyl,® The mercury compound and glacial acetic acid 
heated for sixteen hours at 200° C. give isopentane, metallic mercury, 
and amyl acetate.® Treatment mth thallic chloride gives isoaniyl 
mercuric chloride and thallous chloride,'^ 

Mercury di-tert-amyl,— To the solution from 12 grams of 
magnesium and 80 grams of tert-amyl bromide in 500 c.c. of ether, 
40 grams of mercuric bromide are added and the product worked up in 
the usual way. Yield 9 grams (21 per cent.). The liquid boils at 80° 

^ Tafel, Ber., 1906, 39, 3626. 

2 Marvel and Calveiy, J, Amtr, Ghem, Soc., 1923, 45, 820, 

3 Frankland and Duppa, Trans, Chem. Soc„ 1863, 16, 415 ; Annalen, 1864, 130, 104 : 
:\rarquardt, Ber,, 1888, 21, 2035. 

^ 8cliorigm, Ber„ 1908, 41, 2722 ; 1910, 43, 1937. 

3 Frankland and Dupiia, Trans. Chem. Soc., 1864, 17, 29 ; Annalen, 1864, 130, 117. 

Junes and Werner, J, Amer. Chem, Soc,, 1918, 40, 1257. 

’ Goddard, Trans, Ghem, Soc,, 1923, 123, 1168. 
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to 84® C. at 5 mm., and even under these conditions shows considerable 
decomposition. Density 1*649 at 20° C. ; no 1*492 at 20° C.^ 

Mercury di-n-heptyl ^ is prepared in 90 per cent, yield by the 
Grignard reaction. It distils at 119° to 122° C. ; density 1*474 at 0° C. ; 
nj) 1*4935 at 21° C. 

Mercury di-n-octyl.^— Octyl iodide is treated with dilute sodium 
amalgam in the presence of ethyl acetate, and after completion of the 
reaction the mass is extracted with ether. Evaporation of the solvent 
gives an oily liquid of density 1*342 at 17° C., which decomposes at 
about 200° C. into di-octyl and metallic mercury. When the starting 
materials are pure it is stated that no by-products occur. Mercury 
di-n-octyl is insoluble in water, but readily soluble in alcohol, ether, or 
benzene. Treatment with alcoholic iodine or mercuric chloride yields 
the corresponding di-n-octyl mercuric halides. 

Mercury di-sec-octyl.'* — To the solution from 8 grams of 
magnesium and 70 grams of sec-octyl bromide (2-bromo-octane) in 
500 c.c. of ether, 21 grams of mercuric chloride are added, and after 
boiling for six hours the product is worked up in the usual way. It is 
found to be impossible to distil the compound under 3 mm. pressure, 
owing to its ease of decomposition with the formation of mercury. 
The weight of crude product is about 48 grams (52 per cent. ) ; density 
1*338 at 20° C. ; nj) 1*334 at 20° C. 

Alkyl Compounds of the Type RHgX. 

The following salts of the methyl series have been prepared : — 

Methyl mercuric hydroxide has recently been obtained in the free 
state, and its solution may be obtained by boiling mercury dimethyl with 
concentrated potassium permanganate and filtering off the manganese 
dioxide, the filtrate being strongly basic and yielding salts with acids 
A similar solution is also obtained when methyl mercuric iodide is 
treated with water and silver oxide.® If the silver oxide be replaced by 
potassium hydroxide, Frankland states that the oxide is obtained which 
is soluble in excess of the reagent. The solid hydroxide is formed when 
moist silver oxide reacts with methyl mercuric iodide in methyl alcohol. 
It melts at 95° C., is a weak base, acid to phenolphthalein but alkaline to 
litmus.'’’ 

The chloride, M.pt. 170° C., forms pearly plates, density 4*063,® 
which are volatile in steam. It has been prepared in several ways : 

1. By the action of concentrated hydrochloric acid or phosphorus 
trichloride on mercury dimethyl.® 

2. By the addition of hydrochloric acid to the solution of methyl 
mercuric hydroxide described above. 

3. From the compound of stannous chloride and mercury di- 
methyl by treatment with water.® 

^ Marvel and Calvery, J, Armr, Clmn. Soc., 1923, 45> 822. 

® Hager and Marvel, J, Artier. Ckem. 8oc., 1926, 48, 2696. 

3 Eichler, Ber., 1879, 12, 1879. 

^ Marvel and Calvery, he, cit. 

® Seidel, J. prakt, Chem., 1884, [2], 29, 134. 

® Frankland, Annakn, 1853, 85, 361, 

^ Sneed and Maynard, J. Am^. Chem, 80 c., 1922, 44, 2942. 

® Sohroeder, Ber., 1879, 12, 5^. 

® Buckton, Annalen, 1858, 108, 103 ; Jahresber,, 1858, p. 388. 



40 ORGANOMETALLIC COMPOUNDS. 

4. 25 grams of mercuric chloride are dissolved in 10 per cent, 
hydrochloric acid and shaken with 15 grams of aluminium carbide, when 
heat is evolved and the methyl mercuric chloride is distilled out in 
steam.^ (Yield 30 per cent.) 

Crymble ^ has shown that compounds of the base MeHg- arranged 
in order of increasing absorptive power are as follows: MeHgOH, 
_C1, -Br, -I, the absorption of the alk}^ haloid always being less than 
that of the corresponding dihaloid compound.® The conductivity of the 
chloride in liquid ammonia has been investigated by Franklin,^ and 
the molecular weight determined in methyl or ethyl sulphide solution 
has been shown to be normal.® 

The bromide was used by Crymble in his investigations on absorption 
spectra, and the melting-point was stated to be 160° C. It can be 
prepared in the same way as the chloride. 

The iodide was discovered in 1852 by Fraiikland,® who showed that 
methyl iodide and metallic mercur}^ when exposed to sunlight or diffused 
daylight combine to form mercury methyl iodide. Other methods of 
preparation are: 

1. Treatment of mercury dimethyl with iodine or mercuric iodide."^ 

2. By treating the chloride in aqueous solution with potassium 
iodide.® 

3. From magnesium methyl iodide by treatment with an excess of 
mercuric chloride. Yield 85 to 88 per cent.® 

4. Dimercurimethylene iodide is treated with aqueous potassium 
iodide or dilute hydrochloric acid.^® 

The compound crystallises in pearly plates, M.pt. 143° C., insoluble 
in water, fairly soluble in alcohol, easily In methyl iodide and ether. It 
sublimes without decomposition and yields the oxide with alkalies or 
ammonium hydroxide, whilst ammonium sulphide precipitates the 
sulphide in faint yellowish flocks. Distillation with potassium cyanide, 
]>otassium hydroxide, or metallic potassium gives mercury dimethyl. 
Its molecular w^eight in methyl or ethyl sulphide is normal.^® 

The bicarbonate is formed by passing carbon dioxide through a 
methyl alcoholic solution of the hydroxide. It is a granular powder, 
M.pt. 123° C. When dissolved in carbon disulphide it yields the 
mercaptan, silvery plates, M.pt. 143° C., MeHgSH.^® 

The nitrate forms colourless plates, M.pt. 100° C., and may be pre- 
pared from the iodide by treatment with silver nitrate. It is very 
soluble in w^ater, less soluble in alcohol. 

The sulphate is a crystalline compound obtained by the action of 
concentrated sulphuric acid on mercury dimethyl.^® 

^ Hilpert and Ditmar, Ber,, 1913, 46 , 3738. 

2 Crymble, Trans. Ghen. JSoc., 1914, 105 , 658. 

® Cf. Ley and Fischer, Zeitsch. anorg. Ghem., 1913, 82 , 338, 

^ Franklin, Zdtsch. fhysihal. Chsm., 1909, 69 , 299. 

^ AYerner, Zeitsch. anorg. Ghem., 1897, 15 , 37 . 

® Frankland, Annakn, 1853, 85 , 363 ; Jahresher., 1852, p. 574 , 

" Buckton, Annakn, 1858, 108 , 103 ; Jahresber., 1858, p. 388. 

® Hilpert and Ditmar, loc. cit. 

® Marvel and Gould, J. Amer. Ghem. Soc., 1922, 44 , 153. 

Sakurai, Trans. Ghem. Soc., 1881, 39 , 485. “ Frankland, loc. cit, 

AVemer, loc. cit. 

Koten and Adams, J. Avier. Ghem. Soc., 1924, 46 , 2768. 

Strecker, Anmkn, 1854, 92 , 79. 

Buckton, he. cit. 
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yicetate, — This compound was first obtained by heating mercury 
dimethyl and glacial acetic acid in a sealed tube for one hour, then 
recrystallising the product from glacial acetic acid.^ The melting- 
point given was 142° to 143° C., but recently Sneed and Maynard ^ have 
shown this to be inaccurate, and obtained the product by the following 
methods, each giving a substance M.pt. 128° C. : (1) Treatment of 
mercury dimethyl in methyl alcohol solution with mercuric acetate. 
(2) Neutralisation of the hydroxide with glacial acetic acid. (3) 
Action of silver acetate on the iodide. (4) Action of ethyl acetate on 
the hydroxide. The acetate is very soluble in water, alcohol, or acetic 
acid, is volatile in steam, and with concentrated hydrochloric acid or 
iodine yields the corresponding halides. 

Sulphide . — This substance may be obtained from the iodide as stated 
above or by the action of hydrogen sulphide on a solution of the chloride.^ 
It is a white body of characteristic smell, and when warmed it decom- 
poses, forming mercury dimethyl and splitting off mercuric sulphide. 

Ethyl Series. — Hydroxide , — ^A solution of this compound may be 
prepared by boiling mercury diethyl with potassium permanganate 
solution, see methyl mercuric hydroxide.** Dunhaupt ® obtained the 
hydroxide as a colourless oil by boiling ethyl mercuric chloride in spirit 
with silver oxide, filtering off the silver chloride, then distilling off the 
spirit and drying the product in vacuo over sulphuric acid. It is easily 
soluble in water or spirit and has all the properties of a strong base. 
With ammonium chloride it liberates ammonia and forms the chloride 
of the base, and with solutions of salts of copper, aluminium, iron, tin, 
gold, or platinum it iDrecipitates hydroxides. With metallic zinc it forms 
zinc amalgam and zinc diethyl, whilst hydrogen sulphide gives a white 
precipitate which soon turns yellow and finally black. When treated 
with acids the hydroxide yields salts in the usual way ; with alkaline 
stannous chloride solution it is reduced to mercury diethyl and mercury.® 
The chloride may be obtained: (1) From the hydroxide by hydro- 
cliloric acid or ammonium chloride. (2) By mixing a warm alcoholic 
solution containing one molecular proportion of mercuric chloride with 
mercury diethyl.*^ (3) By the action of concentrated hydrochloric 
acid or antimony trichloride on mercury diethyl.® (4) From mercury 
diethyl and phenyl iododichloride.® 

The chloride crystallises in silver glistening plates, M.pt. 190° to 
193° C., density 3-482, which sublime on gentle warming and are easily 
soluble in boiling alcohol, with difficulty in ether, and insoluble in water, 
Bromide , — This compound has similar properties to the above 
cliloride, and may be prepared from the hydroxide by the addition of 
hydrobromic acid, by treating an alcoholic solution of mercuric bromide 
with triethyl bismuthine or by heating mercury diethyl and ethyl 

^ Otto, Annalen, 1870, 154, 198. 

® Sneed and Maynard, J. Amer, Chem, Soc,, 1922, 44, 2942. 

® Hilpert and Ditmar, Ber,, 1913, 46, 3738. 

^ Seidel, J, prakt. Gh&m., 1884, [2], 29, 134. 

® Dunhaupt, J, ^rakt, Chem,, 1854, [1], 61, 399 ; Annahn, 1854, 92, 379. 

® Dimroth, Chem, Zentr., 1901, i. 451 ; Ber., 1902, 35, 2853. 

’ FranMand, Annalen, 1859, iii, 60 ; Jahresher,, 1859, p. 413. 

® Buckton, Annalen, 1859, 109, 220 ; Jahresber., 1858, p. 390 ; Trans. CImi. Soc., 
1863, 16, 22 ; Jahresher,, 1863, p. 470. 

® Willgerodt, Ber,, 1898, 31, 921. 

^0 Dunhaupt, J. prakt. Chem,, 1854, [1], 61, 399 ; Annalen, 1854, 92, 379 ; Schroder, 
Ber,, 1879, 12, 563. 



42 OEGANOMETALLIC COMPOUNDS. 

monobroinoacetate at 150° C. for eight hours. The reaction in the latter 
case takes place according to the equation : 

CH2Br.COOCaH6+(C2H5)2Hg=CaH5HgBr+CH3COOC2Hj+CH4^ 
The bromide crystallises in pearly plates, M.pt. 193-5° C.2 

Zodit/e.— Combination takes place between ethyl iodide and metallic 
mercury when exposed to diffused daylight, with formation of ethyl 
mercuric iodide.® This may also be obtained by the addition of an 
alcoholic solution of iodine to ethyl mercuric hydroxide,* or from 
mercury diethyl by boiling for one or t^yo days with ally! iodide. 
Another preparation from mercury diethyl is to heat for several days 
at 120° C. with iodoform, when the iodide, ethyl iodide, ethylene, and 

acetylene are formed.® , , , , . • 

The iodide, M.pt. 182° C., crystallises from ether-alcohol solution iii 
colourless plates which have a very pungent odour. It sublimes with- 
out decomposition at 100° C., is soluble with difficulty in water, and 

is decomposed by light. , i, 

Sulphide. — When ammonium sulphide is added to an alcoholic 
solution of ethyl mercuric chloride, a yellow precipitate is thrown down 
which is soluble in excess of the reagent. It may be recrystallised from 
ether, but evaporation of the alcoholic solution soon leads to decom- 
position of the compound. 

Mercaptan. Et.HgSH.— By dissolving the bicarbonate in carbon 
disulphide, silvery plates, M.pt. 104° C,,® of the mercaptan are obtained. 

The sulphate crystallises in glistening plates, when silver sulphate 
is added to ethyl mercuric chloride in alcohol. It is also formed when 
concentrated sulphuric acid reacts with mercury diethyl.J 

The nitrate was only obtained by Diinhaupt as an oil, but Strecker 
succeeded in isolating it in prisms which were very soluble in alcohol, 
but less soluble in water. 

The acetate, M.pt. 178° C., has similar properties to the correspond- 
ing methyl compound and may be prepared in similar manner.® 

The 2.4‘.6-tnnitrobenzoate is formed by treating the substituted 
benzoic acid in alcohol with a similar solution of ethyl mercuric hydromde. 
It forms white plates, M.pt. 164° C. When heated at 165° C. it yields 
ethylmercuric 2.4.6-trinitrophenyl, yellow needles, M.pt. 86° C.® Dun- 
haupt, by treatment of ethyl mercuric chloride with silver phosphate, 
isolated the phosphate as a crj^-stalline mass very soluble in water, also 
he mentions a cyanide which is crystalline, very volatile, and of repulsive 
odour. 

The thiocyanate is formed from the chloride by the action of sodium 
thiocyanate (1 mol.) in acetone solution. It crystallises from benzene 
in glistening plates, M.pt. 131° to 181-5° C.*® 

^ Dunhaupt, J. prakt. Ghem., 1834, [1], 6i, 399; Annalen, 1854, 92, 379; Sell and 
Lippmann, *7. prakt, Ghem,, 1866, [IJ, 99, 431; Buckton, Annalen, 1839, 112, ^1. 

2 Marvel, Gauerke, and Hill, J, A?ner, Ghem, Soc., 1925, 47, 3009. 

3 Frankland, Amiakn, 1859, 11 1, 59 ; Strecker, Annalen^ 1854, 92, 76. 

^ Dunhaupt, loc. cit 

^ Suida, Monatsh,, 1880, i. 715; Jahresber,, 1881, p. 940. 

® Koten and Adams, J, Amr, Ghem. 80c., 1924, 46 , 2768. 

’ Buckton, Annalen, 1858, 109, 220 ; 1859, 112, 221 ; Jahmber,, 1858, p. 390 ; 1859, 
p. 408 ; J, prakt. Ghem,, 1860, i, 79 ; Schorlemmer, 1864, 132, 234, 

® Otto, Annalen, 1870, 154, 198. 

® Koten and Adams, loc. cit. 


Steinkopf, Annalen, 1921, 424, 59. 
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n-Propyl Series.^ — n-Propyl mercuric hydroxide is dillicult to obtain 
in a crystalline condition ; it is a strong base, forming salts with strong 
and weak acids. 

The chloride may be formed from the base, by boiling mercury 
dipropyl with hydrochloric acid or by the addition of mercuric chloride 
to mercury dipropyl in alcoholic solution. It crystallises in white 
scales, M.pt. 143° C. 

When bromine or bromine water is added to mercury dipropyl, or 
the base is treated with hydrobromic acid, propyl mercuric bromide is 
obtained in leaflets, M.pt. 138° C. The compound is also formed as a 
by-product in the preparation of mercury diproj^yl from propyl 
magnesium bromide and mercuric bromide.^ 

Iodine combines vigorously with mercury dipropyl to form the 
iodide, M.j^t. 113° C. ,* this crystallises from alcohol in plates which have 
a disagreeable odour. 

The acetate from mercury diproj^yl and acetic anhydride, or acetic 
acid and the corresponding hydroxide, is crystalline, M.pt. 57° to 58° C. 

Isopropyl Series.® — iso-propyl mercuric hydroxide is formed by 
treating the halides with moist silver oxide, and has only been obtained 
in solution. It reacts with acids, gi\dng rise to the following compounds : 
chloride, needles, M.pt. 97° C. ; bromide, needles, M.pt. 98° C. ; iodide, 
plates, M.pt. 125° C. ; acetate, M.pt. 95° C. ; cyanide, M.pt. 85° C. ; 
sulphide, M.pt. 60° C. 

n- Butyl Series. — ^l^^hen n-biityl magnesium bromide is treated with 
an excess of mercuric chloride, a mixture of equal parts of n-butyl mercuric 
chloride and bromide are formed.^ The chloride melts at 127*5° C. ; the 
bromide at 129° C. ; the iodide at 117° C.® 

iso -Butyl Series. — Solutions of isobutyl mercuric hydroxide may be 
obtained in the usual way, and salts prepared by the addition of acids. 
Mercury di-isobutyl reacts with iodine, giving a crystalline isobutyl 
mercuric iodide,^ The bromide melts at 55*5° C. and the iodide at 72° C.’ 

sec -Butyl Series. — ^^Vhen mercury di-sec-butyl is dissolved in 
alcohol and treated with aqueous hydrochloric acid the sec-hutyl mercuric 
chloride separates out as an oil. This may be solidified b}?' cooling in a 
freezing mixture. The crystals obtained melt at 30*5° C.® 

The bromide is prepared as above using hydrobromic- acid, and melts 
at 39° C. The iodide forms colourless, unstable crystals when the 
dialkyl is treated with iodine.® 

tert- Butyl Series. — tert- Butyl mercuric bromide, — ^An excess of 
mercuric bromide is added to well-cooled Grignard reagent from tert- 
butyl bromide and after an hour the whole decomposed with water, the 
ether layer removed and dried over calcium chloride. Spontaneous 
evaporation of the ether gives a product, M.pt. 106° C. (decomp.). It is 
rapidly decomposed in bright sunlight.^® 

^ Cahours, Comyt. mid,, 1873, 76 , 135, 749, 750; Jahresber., 1873, ]}. 517; Goret, Bull, 
Bci, Phar7mcol,, 1922, 29 , 297 ; Cheyti, Zentr,, 1922, iii. 1371. 

2 Goddard, Trans, Ghem, Soc., 1923, 123 , 1168. 

3 Goret, he, cit, 

^ Marvel and Gould, J. Amer, CTiein. Soc,, 1922, 44 , 153. 

3 Marvel, Gauerke, and Hill, loc. cit, 

® Cahours, Gompf. rend., 1873, 76 , 1403. 

’ Marvel, Gauerke, and Hill, loc. cit, 

« Marvel and Calvery, J, A^ner, Cheub, Soc., 1923, 45 , 821. 

* Tafel, Ber., 1906, 39 , 3631. Marvel and Calvery, he, cit. 
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n-Amyl Series, — n-Amyl mercuric bromide^ obtained in the usual 
way, melts at 122° C.^ 

iso -Amyl Series. — Isoamyl mercuric chloride ^ is formed when 
mercury di-isoamyl is treated with chlorine gas or alcoholic mercuric 
chloride. It melts at 86° C., sublimes without decomposition, and is 
very soluble in ether or hot alcohol, insoluble in water. From alcohol it 
crystallises in hair-like needles. The bromide melts at 80° C. When an 
ethereal solution of mercury di-isoamyl is treated first with alcoholic 
iodine, then with solid iodine, it yields isoamyl iodide and isoamyl 
mercuj'ic iodide* The latter recrystallises from hot alcohol in small 
pearly plates, M.pt. 122° C., very soluble in ether, slightly soluble in 
boiling water, insoluble in cold water, and partially decomposed by 
alcoholic potassium hydroxide. In the molten state it turns yellow at 
140° C., owing to the separation of mercuric iodide. It may be sub- 
limed without decomposition in a current of air.^ 

tert-Amyl Series. — tert-Amyl mercuric bromide is j^repared in the 
same manner as the tert-butyl compound. It crystallises from alcohol 
if the solution is kept below^ 50° C., M.pt. 82° C.^ 

Hexyl and Heptyl Series. — n^Heoayl and n^heptyl mercuric bromides 
melt at 118*5° C, and 114*5° C. respectively.® 

n- Octyl Series.® — ^The hydroxide is formed when an alcoholic 
solution of the chloride is boiled for five hours with freshly precipitated 
silver oxide. It crystallises in shining yellow plates, M.pt. 75° C., 
readily soluble in cold alcohol, less soluble in hot alcohol, insoluble in 
cold w'ater. The compound is a strong base and precipitates metallic 
salts from solutions of ferric chloride, potassium alum, zinc sulphate, or 
copper acetate. In the latter case the grey precipitate on warming is 
reduced to metallic copper, whereas with the alum, the precipitate is 
soluble in excess of the precipitant. The base also expels ammonia 
from its compounds. 

The chloride is obtained as a white precipitate by the interaction of 
mercury di-n-octyl and mercuric chloride ; the iodide by the use of iodine. 
The latter forms a white glistening precipitate, easily soluble in alcohol. 
The bromide melts at 109° C.^ 

sec-Octyl Series.® — The bromide is obtained from excess of mer- 
curic bromide and the Grignard reagent from sec-octyl bromide. It 
forms crystals from alcohol solution, M.pt. 98° C.® 

‘ Allyl mercuric iodide, CHg—CH—CHa— Hgl.^® — Allyl iodide 
containing a trace of dissolved iodine, readily reacts with mercury. If 
mercury be shaken with some iodine, then with allyl iodide, an evolu- 
tion of heat takes place and the mass becomes solid. This may be 
avoided to some extent by mixing the allyl iodide with alcohol. The 
iodide crystallises from alcohol in silvery scales, which turn yellow on 
dr}ing. It commences to volatilise at 100° C. and melts at 135° C., 
^ Marvel, Gauerke, and Hill, J. Aimr, Chem. Soc., 1925, 47 , 3009. 

2 Marvel and Calverj^ J, Amer. Chem. Soc., 1923, 45 , 821. 

3 Frankland and Duppa, Trans. Chem, Soc., 1863, 16 , 415 ; Anmlen, 1864, 130 , 104. 

* Marvel and Galvery, loc. cit. 

® IMarvel, Gauerke, and Hill, loc. cit. 

® Eichler, Ber., 1879, 12 , 1879. 

Marvel, Gauerke, and Hill, loc. cit. 

® Eichler, loc. cit. 

® Marvel and Gould, J. Amer. Chem. Soc., 1922, 44 , 153. 

Zixdn, Annalen, 1855, 96 , 363; Lmnemann, Anyialen Suppl., 1865, 3 , 262; Annaloi, 
1866 , 140 , 180. 
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decomposing at higher temperatures with evolution of gas and forma- 
tion of a yellowish-red residue. The iodide is sparingly soluble in cold 
alcohol and insoluble in water. When subjected to dry distillation, 
diallyl, metallic mercury, and mercuric iodide are formed. Hydrogen 
sulphide or iodide decompose it, propylene and mercuric salts being 
obtained. Iodine yields allyl iodide and mercuric iodide. Alcoholic 
suspensions of silver oxide convert the iodide to the hydroxide, 

Propargyl mercuric iodide forms a yellow mass ; it is prepared 
in a similar way to the allyl compound.^ 

Mercury Derivatives of Methylene Iodide. — ^Wanklyn and Von 
Than ^ showed that neither mercury nor zinc gave organic compounds 
when allowed to react with ethylene iodide. 

Methylene iodide, on the other hand, when left in contact with 
metallic mercury and some mercurous iodide in a sealed tube for four 
or five days, combines with the mercury.® Two products are produced, 
but no gas is evolved when the tube is opened. The first compound 
crystallises from boiling alcohol in slender, white needles; it is best 
purified by solution in methylene iodide and precipitation with ether, 
and is insoluble in the usual solvents. Sakurai assigned the formula 
I— CHg— Hgl to the substance. This monomereuric methylene iodide 
or iodomethyl mercuric iodide when heated with iodine in j^otassium 
iodide solution yields methylene iodide and mercuric iodide, and similar 
decomposition takes place mth chlorine or bromine. 

When one molecule of the compound and one molecule of mercuric 
chloride in alcoholic solution are boiled under reflux for one hour and 
then cooled, crystals are obtained from wluch the mercuric chloride is re- 
moved by washing with water, and the mercuric iodide by digestion witli 
concentrated potassium iodide solution. Traces of soluble iodide are 
then removed by treatment with water, and the dried crystals purified by 
recrystallisation from ether. Monomereuric methylene ckloro' iodide, M.pt . 
129® C., is thus obtained in small plates, soluble in ether, chloroform, or 
alcohol, but insoluble in water. 

I -CHa -Hgl +HgCl2 =C1 -CHa ~HgI +HgICl ^ 

The product formed along 'with the monomereuric methylene iodide 
was a white body insoluble in all the usual solvents, but yielding iodo- 
form \vith iodine. Analysis points to mercury iodoform or methine iri- 
mercuric iodide, CH(HgI) 3 , and the same compound was obtained by 
Hofmann® when an ethereal solution of iodoform was allowed to stand 
in contact with mercurous chloride for a long time. 

Dimercuricmethyleneiodide or methylene di-mercuric iodide, CH 2 (HgI) 2 . 
— This compound is readily formed by the interaction of methylene 
iodide with excess of mercury in the presence of mercuric iodide in 
ether solution, the mixture merely being exposed to sunlight, the re- 
action taking several days for completion. The crude product is then 
digested with concentrated potassium iodide solution to remove mer- 
curic iodide, and recrystallised from methylene iodide, the first product 

1 Hemy, Ber., 1884, 17, 1132. 

® Wanklyn and Von Than, Quart, J, Ghem, 80 c., 1859, 12, 258. 

® Sakurai, Tram, Ghem. 80 c., 1880, 37, 658. 

* Sakurai, ibid., 1882, 41, 360. 

^ Hofmann, Ber., 1900, 33, 1328. 
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being pure dimercuric compound, but subsequent crops of crystals 
contain some mono derivative.^ 

The iodide is a yellow crystalline powder, M.pt. 230° C., with decom- 
position, and is much less soluble than the mono compound in methylene 
iodide, and is insoluble in ordinary solvents. When treated with iodine 
it yields mercuric iodide and methylene iodide ; and with aqueous 
potassium iodide or dilute hydrochloric acid, methyl mercuric iodide is 
formed. 

^ 8 akurai, Trans, Chem. fioc., 1881, 39 , 485. 



CHAPTER IV. 


MERCURY {continued). 

Derivatives of Aliphatic Alcohols, Aldehydes, and Ketones. 

The earliest recorded work on the mercuration of alcohols was that of 
Sobero and Selmi,^ and Gerhardt,^ but none of these investigators 
obtained any definite results. Reynoso, five years later, ^ described com- 
pounds which he did not even analyse, and Cowper,^ from his work on 
the interaction of mercuric nitrate and alcohol, added nothing to our 
knowledge of these compounds. Tertiary alcohols were investigated by 
Denig^s,^ who treated these compounds ^vith mercuric nitrate or sulphate 
and obtained orange and yellow insoluble compounds respectively. He 
never seemed very certain of the constitutions of any of his derivatives, 
but recommended that his reactions might be used as tests for tertiary 
alcohols. 

In 1898, K. A. Hofmann commenced his researches on the mercura- 
tion of alcohol, which led to the complex compounds to which he gave 
the name mercarbides being isolated. These compounds have all the 
hydrogen of a methyl group replaced by mercury. From this time 
onwards it has been possible to assign formula? to most of the compounds 
described. 

Derivatives of Ethyl Alcohol. 

Ethane hexamer carbide, C2Hg602(0H)2, or 
0 Hg Hg 0 

Hg C C Hg 

HO Hg Hg— OH 

This compound is the ultimate product from the prolonged action of yellow 
mercuric oxide and boiling aqueous alkali on ethyl, propyl, allyl, or amyl 
alcohols, acetaldehyde, cellulose, starch, or cane sugar; but it cannot be 
obtained from methyl alcohol, formaldehyde, or glycerol. The prepara- 
tion is best carried out as follows : 100 grams of yellow mercuric 
oxide, 20 grams of potassium hydroxide, and 200 grams of 94 per cent, 
ethyl alcohol are boiled for thirty-six hours, the grey residue then 
washed with water and dilute alkali, and finally with hot 20 per cent, 
nitric acid. The latter changes the base into the nitrate and removes 

^ Sobero and Selmi, Annalen, 1851, 8o, 108. 

2 Gerbardt, Annalen, 1851, 8o, 111. 

3 Reynoso, Ann. Ghim. Phys., 1856, [3], 48, 403. 

* Cowper, Trans. Chem. Soc., 1881, 39, 2^. 

5 Denig^s, Compt. rend., 1898, 126, 1043 ; Bull. Soc. chim., 1898, [3], 19, 494, 751 ; 
Ann. Ghim. Phys., 1899, [7], 18, 382. 
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metallic mercuiy and trimercuri-acetic acid, which is formed as a by- 
product.' Hofmann considered the reaction to take place in four 
stages, according to the following scheme : — 

1. cn,.c.n.j.0H-Mrg0 — > CH3.CH0 -hH^o -f-Hg 

/Hgv /IlgOH 

2. CHo.CHO-fSHgO-- >0< >C< -I-H2O 

\Hg/ ^CHO 


/Hg\ /X, 

)C( -KIgO- 
'Hg/ ^CHO 


^HgOH 


0 


\Hg/ ^COOH 


+Hg 


< 


•Hg 


Ha 


■\c/ 


HgOH HOHg 

+ 

COOH HOOC 


/%,/ 


0— -Hg Hg-0 

I I I I 

Hg-C— C— Hg + 

no— iig ig— in 


COOH 

COOH 


The oxalic acid shown in equation 4 was not actually isolated, 
however. 

Ethane hcxamercarbidc is a citron yellow to light grey powder, 
l)ecoming dark orange at 200° C. and exploding with great violence at 
230° C. The colour change seems to be associated with the splitting 
off of water from the molecule and the formation of an an%dride 
(Cgl-IggOg), which is violently explosive. The mercarbide is a decided 
base, which shows a remarkable stability towards oxidising agents 
(permanganate, chromic acid, hypochlorites, and hypobromites), and 
even towards aqua regia provided the treatment is not too prolonged. 
It is scarcely attacked by sulphur dioxide, hydroxylamine, or hydrazine, 
but with acids it forms salts. 

This resisting capacity distinguishes the compound from all knowm 
mercury derivatives, and is probably due to the protective action of the 
six merciiiy atoms, showing that they surround tiie two carbon atoms. 
Two types of salts are obtained from the base, namely; (1) CgHgeO^Xo, 
(2)C,Hg,Xe. 

Class I. 


Ethane hexamercarbide dichloride, CgHggOgClg, is formed when the 
base is treated with cold 10 per cent, hydrochloric acid or a soluble 
chloride. Similarly, using potassium bromide or iodide, the correspond- 
ing bromide or iodide is obtained. 

The perchlorate, C2Hg602(C104)2, is a white powder, which on heating 
or rul)bing explodes, emitting a green flame. The nitrate forms a 
yellowish-white crystalline mass, insoluble in water and dilute nitric 
acid, decomj)osing with explosion on heating ; the sulphate is a white, 
sandy, fine crystalline powder, insoluble in water ; the pierate explodes 
on heating with the same violence as potassium pierate. 


Class IL 

Ethane hexamercarbide hexacMonde, C^HggClg, results when the base 
is treated with hot hydrochloric acid. It is a white, insoluble substance, 

1 Hofmann, Per., 1898 , 31, 1904 ; 1900 , 33, 1328 . 
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which remains imdccomposed when Iieated with ten times its ^weight of a 
10 per cent, benzene solution of sulphur chloride. When aqueous 
potassium polysulphidc solution is used brilliant yellow needles are 
deposited. These, when boiled with hydrochloric acid, yield a white 
powder, which becomes yellow on treatment with hot sodium hydroxide. 
Since chlorine atoms may be removed by means of silver nitrate, it is 
]3robable that the halogen is attached to the mercury, and the following 
formula has been suggested: — ^ 

ClHg— CH— Hg. 

I >s 

ClHg— CH— Hg/ 

The liexa-iodide, (IHg) 3 C.C(HgI) 3 , is formed when the base (1 mol.) 
is heated with ethyl iodide (G mols.) in ether solution for sixty hours at 
90® C. The intense, reddish-yellow crystals thus obtained are very 
insoluble, and contain only 1*2 per cent, of carbon. This compound 
has the lowest carbon content of any substance yet obtained. 

Whilst most carbon mercury compounds are decomposed by 
potassium cyanide, splitting off mercury cyanide, mercarbide nitrate, 
after prolonged boiling with potassium cyanide, splits off mercury, with 
the formation of an intense yellow cyanide which is explosive when 
heated, namely : 

C,llg,{CN), or Hg=C-C =Hg 
NC-ig ig-CN 

The cyayiide is insoluble and affected by light ; treatment with 
hydrogen sulphide transforms it into a hydrosulphide : 

Hg =C C =Hg 

HS-ig ig-SH 


which is a white substance, insoluble in water, alcohol, or ether. 

Hot hydrochloric acid transforms the cyanide first to a w^hite chloride 
(I.), which by the further action of concentrated acid changes to chloride 
( 11 .) : 

ClHg. .HgCl 

>CH --CH< ClHg -CHo -CHo -HgCl 

ClHg/ ^HgCl 


The compound II. crystallises well from ether, and can be steam 
distilled, when it separates in six-sided plates, smelling strongly of 
potassium cyanide, M.pt. 173® C. : these crystals are soluble in water, 
alcohol, or ether, and are volatile and poisonous. Towards phenyl 
hydrazine the compound is very stable, but with potassium iodide it 
gives the corresponding iodide, C 2 H 4 Hg 2 l 29 which crystallises^ from 
alcohol or ether in quadratic plates, soluble in sodium hydroxide or 
ammonium hydroxide, stable towards dilute acid. The hydrochloric acid 
solution of the iodide with hydrogen sulphide yields a white sulphide, 
crystallisable from alcohol, but insoluble in cold 20 per cent, nitric acid. 

The above cyanide, whilst it yields a hydrosulphide with hydrogen 
sulphide, is also capable of yielding sulphides with potassium poly- 
1 Hofmann and Feigel, Ber., 1905, 38 , 3654. 
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sulphide and with a methyl alcoholic solution of ammonium poly- 
sulphide, the structures of these compounds being as follows 


(Hg=CH-CH 2 .Hg) 2 S and 


CH, CH2 

ig-s-tg 


Two further sulphur compounds may be obtained from ethane 
hexamercarbide itself. ( 1 ) By shaking the base with a benzene solution 
of sulphur chloride yellow crj^stals are isolated, which probably have the 


composition : 



The halogen is readily removed by silver nitrate. ( 2 ) A methyl alco- 
holic solution of ammonium polysulphide when left in contact with the 
base for several weeks yields a yellow compound, to which the follo'wing 
structure has been assigned : — 

0— Hg Hg-0 

ig— c! — i — ig 

HS— ig ig— SH 

Ethane hexamercarbide yields a yellow substance when treated with 
sodium bisulphite, the product turning grey in the light ; but the base 
is easily regenerated by treatment first with hot nitric acid, then with 
sodium hydroxide. 

Although the base does not combine with ammonia, its salts readily 
add on this gas to form stable compounds. 

Hydrazine hydrate only slowly reduces the mercarbide, evolving 
ethane, as follows : — 

C8Hge02(0H)2 -f 3N2H4=C2He +6Hg-f 3 N 2 -H 4 H 2 O 

Hydrogen sulphide splits off a small quantity of mercuric sulphide, 
and yields a white sulphide of the mercarbide. 

Potato starch and cane sugar also yield mercarbides,^ of composition 
CgHeO^Hgg.NOg and CaHjOeHgt.NOj respectively. 


Derivatives of Aixyl Alcohol.® 

Allyl alcohol gives rise to two types of mercury compounds : 

1 . Propylene glycol mercuric salts, which are considered to be 
derivatives of the unknown y-hydroxymercuripropylene glycol, 
HOCH2 -CHOH -CH^HgOH. 

2 . Mereuridipropylene oxide salts or dipropylene oxide dimercuric 
salts, which have the constitution : 

/O— CHjv 

XHgCH.— CH< >CH— CHjHgX 

^CHa— 0/ 

^ Hofmann, Ber,, 1900, 33, 1333. 

^ Sand and Hofmaim, JSer., 1900, 33, 1358 j Hofmann and Sand, Ber., 1900, 33, 2692 ; 
Biilmann, Ber,, 1900, 33, 1641 ; 1902, 35, 2586 ; Sand, Ber., 1901, 34, 1393, 2910 ; Stoehr, 
J. praht, Ohem,, 1897, [2], 55, 88. 
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First Type, 

Propylene glycol mercuric bromide, CII 2 OH— CHOH—CHg— HgBr, 
forms white crystals from bcnzene-aeetone solution, which melt at 84"^ 
to 86° C., and decompose at 110° C. It is easily soluble in alcohol or 
acetone, somewhat soluble in water, but readily decomposed by hydro- 
chloric acid. The method of preparation is as follows : 100 grams of 
yellow mercuric oxide are dissolved in 20 per cent, nitric acid, and the 
solution treated with pure, dilute potassium hydroxide until on shaking 
the white precipitate of basic nitrate no longer disappears. Allyl 
alcohol is then added dropwise, with continuous stirring, and a clear 
solution is obtained; then more potassium hydroxide is added, which 
causes a white precipitate, the latter being dissolved by the addition of 
more allyl alcohol. This process is repeated, the temperature being 
maintained at 10° C. by cooling; the completion of the reaction is 
indicated by a sudden darkening of the precipitate, and the solution then 
has an alkaline reaction. Potassium bromide is then added, allowing 
one molecular weight of this salt for every atomic weight of mercury 
present, and after standing for twenty-four hours the bromide is 
precipitated by passing carbon dioxide through the mixture. 

The corresponding iodide is prepared in a similar manner to the 
bromide. It may be crystallised from benzene or acetone and melts at 
about 80° C. It is more readily decomposed than the bromide, and 
hydrochloric or acetic acids break it down to allyl alcohol and mercuric 
salts. The presence of the two hydroxyl groups has been shown by the 
fact that the iodide yields a dibenzoyl derivative, M.pt. 100° C. When 
the iodide is treated with iodine at 40° C. a liquid iodohydrine is obtained. 

Second Type, 

Dipropylene oxide dimercuric sulphate may be prepared as follows : 
75 grams of mercuric oxide are dissolved in a mixture of 300 c.c, of 
water and 180 c.c. of dilute sulphuric acid (1:1) and the solution filtered. 
Thirty c.c. of allyl alcohol are then stirred into the filtrate, and in two to 
four hours the sulphate separates out, is filtered, washed with cold 
water, and dried. Yield 60 grams. It gives a clear solution in water, 
sodium hydroxide, or ammonia, and is best purified by crystallisation 
from boiling water containing a little allyl alcohol, crystals containing 
4 mols. of water of crystallisation being deposited. The solution in 
ammonium hydroxide if treated with about three volumes of alcohol 
yields white plates, which are an addition compound of the sulphate 
with 2 mols. of ammonia. This body is completely soluble in water, but 
gives off ammonia when boiled. The addition product with potassium 
bromide yields the corresponding bromide and free ammonia. 

The corresponding nitrate crystallises with one molecule of water of 
crystallisation as a white crystalline compound. The preparation is 
similar to the sulphate, the sulphuric acid being replaced by 40 per cent, 
nitric acid. The product is soluble in alkali or ammonium hydroxide, 
and ammonium sulphide gives a yellow precipitate when added to these 
solutions. The aqueous solution of the nitrate has an acid reaction, and 
from it potassium bromide precipitates the bromide quantitatively. 
When dissolved in 20 per cent, ammonium hydroxide the nitrate gives 
a white crystalline body containing one molecule of ammonia, which has 
similar properties to the corresponding sulphate. 

The acetate forms small stellate crystals when allyl alcohol is added to 
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a solution of mercuric oxide in dilute acetic acid. The solution in 
water gives precipitates vith potassium chloride or bromide, but not 
with ammonia or alkalies. Solutions in the latter yield white pre- 
cipitates with ammonium sulphide. 

A cyanide, sulphide, and a basic carbonate have also been obtained 
from the nitrate as thick white ^precipitates. 

The chloride is prepared by the action of dilute hydrochloric acid 
upon the nitrate, or by using potassium chloride and carbon dioxide. 
When treated with moist silver oxide it yields an aqueous solution of 
the hydroxide, the latter also being formed when freshly precipitated 
mercuric oxide, allyl alcohol, and w'ater are shaken together. Reduction 
of the chloride by zinc and hydrochloric acid gives an odour of allyl 
alcohol, whilst oxidation -with permanganate causes the immediate 
decomposition of the compound with the formation of oxalic acid. 

The bromide is prepared in the same way as the chloride, is insoluble 
in organic solvents, and melts at 251® C. It reacts with alkaline sodium 
stannite solution, yielding a brick-red compound I., which turns brown on 
exposure to light" This decomposition product when extracted with 
hot benzene gives II., the corresponding mercuric compound to I. It 
melts at 190° C., is insoluble in water, alkalies, dilute acids, or acetone, 
readily soluble in benzene or toluene, and is decomposed by concentrated 
In'drochloric acid. With mercuric chloride or picric acid it gives pre- 
cipitates, but remains unchanged when boiled with potassium hydroxide, 
cyanide, or iodide. 


CHo 


-O 


CII— CII3 

\ 

b — 




-Hg— Hg— CH,— CH 

V 

CHa 


I. 


CHj 0 

Hg— CHa-^H 

\) Cila 

II. 


The iodide is prepared from an alkaline solution of the nitrate by the 
addition of potassium iodide. It may be crystallised from boiling alkali. 
It has M.pt. 271 ° C., is practically insoluble in organic solvents, and 
remains unchanged when treated mth 20 per cent, hydrochloric acid. 
^Vith iodine in potassium iodide it reacts slowly, but iodine in benzene at 
140° C. gi\'es di-^^pz-iodohydrine, to which Stoehr ^ assigns the structure : 

ICH2— CH— CH2— O 


b— CH2— CH— CHgl 

Hofmann and Sand ^ showed the difference between the two types of 
com]3oimds just discussed by the following comparisons : — 


Reagent. 

Propylene glycol mercuric 
bromide. 

Dipropylcne oxide di- 
mcrourie bromide. 

Alcohol, acetone. 
HCl. 

Alkaline KI. 

„ KCN. 

HaS. 

C3H7O2— HgBr. 

M.pt. 84-86° C. 

Easily soluble. 

Rapidly decomposed. 

No precipitate, 
do. 
do. 

M.pt. 251° C. 
Insoluble. 

Unattacked. 

White precipitate, 
do. 
do. 


1 Stoehr, J. praJet Ghem., 1897, [2J, 55, 88. ^ Hofmann and Sand, Rer., 1900, 33, 2700. 
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Similar ]jroperties are shown by the respective iodides, whose meltirvr- 
points arc about 80^^ C. and 271® C, 

Derivatives of Aldehydes. 

Very little satisfactory work has been done on tlie niercuiy com- 
pounds of the aliphatic aldehydes. The chief reason for this is tlie iact 
that mercuric acetate is soon reduced by aliphatic aldehydes, paralde- 
hyde, acetals or aldoses, mercurous acetate separating out.^ 

Leys 2 used a reagent consisting of one gram of mercuric oxide in 
100 c.c. of 5 per cent, sodium sulphite solution as a test for aldehydes 
containing the grouping — CHa-CHO. If a few drops of acetaldehyde be 
added to this solution in the cold and an equal volume of dilute sodium 
hydroxide, a heavy white precipitate is obtained, to which Leys assigned 
the formula : 

Hg : CH.CH<^^^Hg 

The author stated that the only substances which yielded pre- 
cipitates with the reagent were terpenes, and acetone or acetyl acetone 
on Avarining. 

Hofmann, 3 by the interaction of acetaldehyde, mercuric oxide, and 
aqueous sodium hydroxide, only obtained aldehyde resin, but with par- 
aldehyde a small quantity of a base was produced, C 2 lIgg 04 H 2 , which 
corresponds to ethane hexamercarbide. 

Later, the same investigator, using another mercuric salt, succeeded 
in obtaining a more delinitc compound.^ 

Chloratodimercur acetaldehyde , 

Hg=C-~CHO 

Hg^ClOg 

forms colourless, lustrous prisms, more explosii^e than mercury fulmin- 
ate. The compound is readily produced by the addition of an alcoholic 
solution of acetaldehyde to a solution of mercuric oxide in aqueous 
chloric acid. When treated with potassium hydroxide or cyanide, 
aldehyde resin is produced. 

Auld and Hantzsch,^ from acetaldehyde and mercuric oxide in 
slightly alkaline solution, obtained a base, trimercuridialdehyde hydrox- 
ide, which readily polymerised to a white powder, (C4H805Hg3)^, The 
latter decomposes without melting at about 100® C. and is insoluble in 
the usual organic solvents, decomposed by dilute hydrochloric acid 
with formation of acetaldehyde and mercuric chloride, but not affected 
by dilute acetic acid. The investigators state that this is a delicate 
test for the presence of small quantities of acetaldehyde, since it detects 
the presence of one part of aldehyde in 6000 parts of water.® 

^ Lasserre, «/. Pharm. CMm„ 1905, [vi.], 22, 246; Che7n, Zenir., 1905, ii. 1125. 

^ Leys, J, Pharm. Okim.^ 1905, [vi,], 22, 107 ; BulL /b'oe. ohim,^ 1905, [3], 33, 1320. 

® Hofmann, Rer., 1898, 31, 1904. 

^ Hofmann, ibid., 1905, 38, 1999. 

“ Auld and Hantzsch, Ber., 1905, 38, 2684. 

^ Eor chloratotrimercui’acetaldeiyde, percMoratomcrcuracetaldeliyde, and nitritodi- 
mercuracetaldchyde, see the action of acetylene on mercuric chlorate, perchlorate, and 
nitrate. 
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Dekivatives of Ketones. 

It was stated that aliphatic aldehydes or aldoses reduced mercuric 
acetate, but no such reduction is noticed with ketones or ketoses.^ 
Ne\'ertlicless most investigators differ as to the products derived from 
ketones, and it is very difficult to say whetlicr many of the compounds 
descril)cd arc truly or^ranomctallic or merely complex addition products 
of the ketones. For the sake of readers interested in these derivatives, 
the followin.£r table is inserted to summarise these compounds of doubtful 
structure. The ketone used in these investigations was acetone. 


PRODUCTS DERIVED FROM ACETONE AND 
MERCURIC SALTS. 


IMercur} Salt Used. 

Product Isolated. 

References. 

Alkaline mercuric 

acetate. 

McoC0.2HgO. 

Lasserre, J. Pharm. Chim.f 
1905, [vi.], 22, 246. 

Cone, mercuric sul- 
phate srdutiun. 

3Me20O.5HgO.5H38()4. 

Biilmann, Ber., 1902, 35, 2584. 

Mercuric sulphate. 

Me2C0.3HgO.2HgSOj. 

Deniges, J Chim. Phi/s., 1899, 
[7J, 18, 382 ; B^^U. Soc. ckm.^ 
1898, [3], 19, 494, 751. 

Mercuric oxide, 

sodium Jiydroxide. 

CoHg,H,03. 

Hofmann, iler., 1898, 31, 1904 ; 
Kutscherow, Ber., 1884, i7» 20. 

Mercuric chloride in 
alkaline solution. 

2Me2C0.3Hg0. 

Reynolds, Chem. News, 1871, 
23, 217 ; Ber.f 1871, 4, 483. 

Mercuric sulphate. 

4Me.>CO,9HgO.GHgS04. 
Mc2CO.3HgO.2Hg.SO4. " 

Oppeiiheiiner, Ber., 1899, 32, 
986 ; Hofmann, 1898, 31, 399, 

Mercuric chloride, am- 
monium chloride, 
hydn )xylaiumonium 
chloride. 

2MeXU.5HgCl2,2NH4ai.2 

(NHoOH.HCl). 

Urigorowitsch, Chem. Zentr., 
1906, i. 743. 

Mercuric sulphate. 

5Me200.12Hg0.8HgS04. 

Deniges, Am. Chim. Phys., 
1907, [8], 12, 401. 

Do. 

Using monochloroacetone, 
MeCOCHaChSHgO. 

2HgS04. 

Denigos, Ami. Chim. Phys., 
1899, [7], 18, 382. 


The work now to be described relates to compounds from acetone, 
which are far more definite in constitution, although very comj)lex. 

Interaction of Acetone and Mercuric Cyanide .^ — To a solution of 11 
grams of mercuric cyanide in 120 c.c. of ethyl or 80 c.c. of methyl alcohol 
is added 1*5 grams of sodium in 40 c.c. of alcohol. After twenty-four 
hours any precipitate is filtered off and 1’25 grams of acetone added to 
the clear solution ; a dense white precipitate is formed, which is filtered 
off and washed free from cyanide. This product is decomposed by 
dilute hydrochloric acid, yielding acetone and hydrogen cyanide : 

CgHgONgHgg +6HC1 -CgHeO -f 2HCN+3HgCl2 

^ Lasserre, J. Pharm. Ckim., 1905, [vi.], 22, M6. 

2 Marsh and Fleming Struthers, Trans, Chem. Soc,, 1905, 87, 1878 ,* Proc, Chem, Soc., 
1905, 21, 248. 
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A similar product is formed when acetone and mercuric cyanide react in 
presence of sodium hydroxide, and the reaction may occur according to 
the equation : 

C3He0+3Hg(CN),=C5H20N2Hg3+4HCN 


The constitution assigned to the compound is 

.CH.HgCN 

Hg/ CO 

\cH.HgCN 


Tetra-acetoxymercuri diacetone hydrate. — ^This substance is 
prepared as follows : ^ 25 grams of dry j)owdered mercuric acetate and 
50 grams of acetone (made from bisulphite compound) are heated under 
pressure at 100° C. for two hours. The solution after cooling and filter- 
ing does not produce a yellow coloration when treated with potassium 
hydroxide. Evaporation on the water-bath gives a yellow oil, which is 
taken up in 95 per cent, alcohol, and after a time white flocks appear. 
These are filtered off, washed with alcohol, and recrystallised from 
alcohol containing a few drops of acetic acid, the resulting product melt- 
ing at 157° C. The course of the reaction is probably as follows, the 
acetone reacting in the enolic form : — 


CHs 

oi-( 


CHa-C-OH 


HaC-HgOCOCH« 



Hjci/' 

\OH 


O.CO.CH, 


HaC-HgOCOCHa 2 mols. Hg(OAc) 


HC3-C=0 


/HgOCOCHj 
* HC< 

I \HgOCOCH3 
I /OCOCHa 
HaC-C< 

\OH 


.HgOCOCHs 

HCkf 

I \HgOCOCHa 

I /OH 

HaC-C< 

\OH 


/HgOCOCHa CHaOCOHgv. 
HC< >CH 

\HgOCOCH3 CHjOCOHg/ 


H,C-C= 




OH 


HO 


- 0 - 


\ 


C-CH, 


1 Sand and Genssler, Ren, 1903, 36, 3699. 
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This acetate, treated Avith 20 per cent, liydroehloric acid and 
potassium cyanide solution, splits up into acetone and incrcuiy salt , 
Avhilst potassium hydroxide gives the corresponding ietra-hydroxy- 
niercuTi compound. An aqueous solution of tlic acetate when decom- 
posed with 10 per cent, potassium hydroxide yields a while precipitate 
of an oxide having the constitution : 



This oxide is insoluble in water and organic sohTiits. The acetate 
with sodium chloride or oxalates yields the corresponding salts, the 
former being a very insoluble compound possessing no melting-point, 
Tri-mercuri diacetone hydroxide,^ 


HOHg— CH Hg— CH— HgOH 

Cllg— i(OH)— 0— C(0H)-CH3 

The mercuric oxide precipitated from 20 grams of mercuric chloride 
ii well washed, and whilst moist treated with a solution of about 6 c,c. 
of acetone in 100 to 150 c.c. of water, a few drops of baryta added, and 
the whole well shaken until a solution is obtained. The baryta is 
precipitated by carbon dioxide, the latter removed by a current of air, 
and the barium carbonate filtered off. Evaporation of the filtrate on 
the water-bath gives a thick syrup, which forms a clear solution in water 
and reacts slightly alkaline. Its electrical conductivity is as follows : — 


p, =0-018, 

/i =0-022, 


i;=250'l 

v=312f 


at 18° C. 


Dilute hydrochloric acid gives the corresponding dichloride, 
ClHg— CH Hg— CH— HgCl 

H 3 C— i(OH )— 0— (!(0H )— CH 3 


as a colourless powder, easily soluble in aniline or pyridine, with difficulty 
in alcohol, and practically insoluble in water. When heated it becomes 
yellow and melts at about 110^ C. 

It forms a platinichloride, an amorphous product exploding suddenly 
at 178° C. 

The corresponding dibromide forms small wliite needles, M.pt, 127° 0., 
which are soluble in warm alcohol, ether, or pyridine. The di-iodide is so 
easily decomposed by acids that it cannot be prepared in the same way 
as the foregoing compounds. The base is first treated with potassium 
iodide, then with dilute acetic acid, when a faint yellow precipitate is 
obtained. This consists of small needles, M.pt/l04f° C., which are 
insoluble in water, more soluble in alcohol or ether. 

The base forms a jyw'ate which contains 6 mols. of water of 
crystallisation, and is somewhat soluble in hot water; its conductivity, 
II, is 0*042, at a dilution, v, of 1100 at 25° C. 

1 Auld and Hantzsch, J?cn, 1905, 38 , 2G84. 
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When the base is exposed to sunlight or treated with aeids or alkoli 
it is converted to aii insoluble polymer.^ The iDase or its polymer, when 
boiled 'with alkali, is decomposed, yielding water, acetone, and acetone 
mercarbide, which is identical with Hofmann’s compound, 

/Hg\ 

CH 3 — CO— C< >0 

HgOH 

Concentrated hydrogen halides or oxyacids also decompose the base, 
immediately, giving acetone and a mercuric salt. Bromine in iiotassium 
bromide Avith the base yields mercuric bromide and fl^-dibromoacetone ; 
whilst hydrogen sulphide precipitates mercuric sulphide from the base. 


Derwative of Meiliylethyl Ketone. 

From this ketone, by means of mercuric acetate, Lasserre is stated 
to have obtained a compound of similar constitution to the one he 
isolated from acetone, 

(COMeEt) 2 . 3 HgO 


By using the same methods as for acetone Sand and Gcnssler^ 
isolated a body resembling that from the loAvcr ketone. When this com- 
pound is treated with alcoholic picric acid it yields a jiicratc, which 
crystallises from benzene-acetic acid and has had the following oxonium 
constitution assigned to it : — 


.HgO.CO.CH3 

H3C-C< 

1 \Hg0.c0.CH3 


H,C— C 


^OH 


-O 


CHgCO.OHg. 

>C~CHg 
CH3C0.0Hg^ 

HO\J 


+|CeH 30 ,N, 


^C-CH3 


With the above exception, none of the higher ketones yield derivatives 
of definite constitution. 


^ See Reynolds, Gkem. News, 1871, 23, 217 ; Ber., 1871, 4, 483. 
^ Lasserre, J Pharm. Ohim., 1905, [vi.j, 22, 246. 

^ Sand and Genssler, Ber., 1903, 36, 3699. 



CHAPTER V. 

MERCURY {continued). 

Derivatives of Aliphatic Acids — Derivatives of Formic 

Acid. 

The following conipoiinds, although written as derivatives of formic acid, 
have never been obtained from the acid or its esters. The formulae 
assigned to them below are those due to Sclioeller, Schraiith, and Essers,^ 
although Manchot ^ considers them to be molecular addition compounds 
of the type CO.Hg(OR)X. 

Acetoxymercuriformic methyl ester, AcOHg.COgMe. — The pre- 
paration and details for isolating this compound are the same as those 
given for the preparation of acetoxymercuri-ethylmethyl ether, the ethy- 
lene in the latter experiment now being replaced by carbon monoxide. 
The yield is 88 per cent. It crystallises in stellate aggregates of fine 
needles, M.pt. 110° C., easily soluble in alcohols or chloroform, sparingly 
in warm water, acetic acid, acetone, or benzene, and with difficulty in ether 
or petroleum ether. Carbon monoxide is split off when the salt is warmed 
or treated with 5-Normal hydrochloric acid, and the salt is decom- 
posed bj^ gentle warming with dilute sulphuric acid. Gently warmed 
with nitric acid it yields carbon dioxide; Aqueous or alcoholic ammonia 
splits out metallic mercury. When treated vdth dilute hydrochloric 
acid the chloride is obtained, long needles, M.pt. 110° C. The bromide 
crystallises in white plates, decomposing at 127° to 128° C., and the 
iodide has a similar appearance but is very easily decomposed. 

Acetoxymercuriformic ethyl ester is prepared by the action of 
carbon monoxide on an ethyl alcohol solution of mercuric chloride, but 
the absorption takes three times as long as in methyl alcohol. The 
compound sinters at 65° C. and melts at 125° C. It is easily soluble in 
acetone, chloroform, or ethyl acetate, less so in warm water, ether, or 
benzene, sparingly in cold water, and insoluble in ligroin or petroleuni 
ether. It crystallises in warty needles. The chloride crystallises in 
plates, melting at 88° C. with decomposition ; the hi'omide and iodide are 
similar compounds. A sulphide has also been obtained as a yellowish- 
white precipitate. 


Derivatives of Acetic Acid. 

Bromomercuri -acetic acid, HgBr.CHg.COgH. — A methyl alco- 
holic solution of ethanol mercuric bromide is treated with bromine and 
potassium hydroxide, a white crystalline precipitate being obtained. 

1 Schoeller, Schrauth, and Essers, J5er., 1913, 46, 2869. ' 

® Manchot, Ber., 1920, 53, 984. 

68 
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It crystallises in colourless needles, M.pt. 198^^ C., not decomposed by 
hydrochloric acid. With potassium iodide solution a yellow iodide is 
formed. 

Some bromide is formed when ethanol mercuric bromide is oxidised 
by permanganate, but the main product of the reaction is oxalic acid.^ 

Anhydride of hydroxymercuri- acetic acid.^ — This derivative 
is not obtained by direct mercuration of the acid or its derivatives, but 
by degradation of malonic acid derivatives. 

{a ) Mercury malonic ester (10 grams ) is vigorously shaken with 100 c.c, 
(about 4-5 mols.) of normal sodium hydroxide at 37° C. for three hours, 
when a clear solution is obtained, which is allowed to remain at the 
same temi^erature for a further twelve hours. After filtering and diluting 
with 200 c.c. of water, 110 c.c. of Normal sulphuric acid are added, 
when white flocks separate, and carbon dioxide is evolved. The reaction 
is then brought to completion by allowing the mixture to remain on the 
water- bath for several hours, after which the precipitate is filtered off and 
washed free from sulphuric acid by decantation with hot water. The 
product is then dried in vacuo over jDhosphorus pentoxide, when a horny 
mass is obtained. Yield 5 to 5-6 grams, which is some 90 per cent, of 
the theory. 

(i) Malonic acid (100 grams) and 120 grams of solid sodium hydrox- 
ide (about 3 mols.) are dissolved in 300 to 400 c.c. of water and heated 
to boiling, when 200 grams of precipitated mercuric oxide (1 mol.) are 
slowly added during half an hour. The oxide goes into solution, and 
the liquid is then diluted to about 1500 c.c. by the addition of 950 grams 
(1-5 mols.) of sulphuric acid (15-9 per cent.). It takes several hours to 
evolve the carbon dioxide completely, after which the product is filtered 
off and washed free from sulphuric acid, a nearly theoretical yield being 
obtained. 

Mono- and trimolecular formulae haA^e been proposed for the com- 
pounds I. and IL, whilst Biilmann believes that the preparation {b) yields 
a product to which he gives formula III.® 


CH, -C =0 CH, -CO -OHg -CH- 


Hg 


-i 


CO, 


Hg 

L 


CO 

-CO-CHa— HgO 


Hg=C<^ 


,Hg-C<^' 


Hg.CO, 


COOH 

COOH 


CO,.Hg-C<^ 


Hg.COa 


II. 


III. 


The anhydride towards 200° C. becomes brown, and a,t 250° C. 
explodes. It is insoluble in the usual solvents, but soluble in alkalies 
and alkali salts, yielding hydroxymercuri-acetic acid, HOHg.CHg.COOH. 

The sodium salt of this acid is obtained by dissolving the anhydride 
in 1 mol. of sodium hydroxide and evaporating the solution in the absence 
of carbon dioxide. Needles are deposited, which are fairly soluble in 
water, giving a solution alkaline to litmus, but the salt is insoluble in 

1 Sand and Singer, Annalen, 1903, 329, 166. 

2 Sclxrauth and Sohoeller, Rer., 1908, 41, 2090 ; German Patents, 208634, 213371. 

3 Biilmann and Witt, J5er., 1^9, 42, 1067. 
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the usual organic solvents. When treated with aninioniuin sulphide, 
mercury sulphide is precipitated, and v/itli solutions of metallic salts 
the difficultly soluble metallic salts of the acid are precipitated,^ e,g. 
copi)er sulphate yields (H01-Ig.CH2C00)2Cu. The calcium, silver, 
mercury, and lead salts are white powders. 

Anhydride of hydroxymercuri-diacetoxymercuri-acetic acid.^ 
— Dry mercuric acetate and freshly distilled acetic anhydride arc heated 
at 100° C., until a test portion of the solution gives no precipitate of 
mercuric oxide, when treated with sodium hydroxide. A mercury 
derivative of acetic acid is thus obtained as a line micro-crystalline 
precipitate, having the composition : 

C{HgOAc)2 

Tills acetate is insoluble in organic solvents, dissolves with decom- 
position in hydrochloric acid, but is soluble in cold 20 per cent, nitric 
acid with formation of a uitro-acetate. 


3 

which may be precipitated by the addition of a large bulk of water. 

Both the above compounds are non-explosive, but the free base 
prepared by decomposing the diacetate with cold potassium hydroxide 
is an exceedingly explosive compound. It is colourless, easily soluble 
in cold 20 per cent, hydrochloric acid or in potassium cyanide solution, 
and has the constitution : 


HgO 





/Hg. 

20 < 


Hgv 


O.5H2O 


When heated to 160° C. it loses water and carbon dioxide, fonning 
probably a methane derivative, 



This compound when reduced by sodium amalgam yields mercuric 
acetate, whilst potassium iodide forms the corresponding iodide. 
Mercuri -hydroxymer curi - acetic acid ,2 


Hg=C-COOH 

ig-OH 

The sodium salt of the acid is obtained when sodium acetate, mercuric 
oxide, and concentrated alkali are heated together at 110° to 120° C. 
for two to three hours and the melt extracted with water. The residue 
remaining is a polymer of the preceding compound, and is insoluble in 

1 fcjand and Singer, Ber., 1903, 36, 3707. 

2 Hofmann, Ber,, 1899, 32, 870 ; Ghem, Zentr., 1899, i. 1024. 
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alkali or acids. It dissolves, however, in nitric acid, and addition of 
water precipitates the niirate, 

[(N03Hg.)(%=)C.C00HL 

as a yellowish-\yhitc crystalline mass, which decomposes on lieating or 
on treatment with hot dilute hydrochloric acid or potassium cyanide. 
Sodium carbonate or 5 per cent, potassium hydroxide converts this 
nitrate to the hydroxide, but prolonged warming with concentrated 
alkali yields salts. A potassium hydroxide solution of the nitrate 
on addition of alcohol gives a precipitate of a yellow potassnun salt 
of the formula, 

C2Hgo03HIv.C3Hg303H,.2H30, 

and this is decomposed by dilute hydrochloric acid to the chloride, 

(ClHg)2HC.COOH. 

The nitrate of mercuri-hydroxymercui'i-acetic acid is precipitated from 
alkaline solution by dilute nitric acid as a voluminous precipitate, which 
crystallises from 10 per cent, nitric acid in long needles. 
Dihydroxymercuri-iodomercuri-acetic acid, 

HOHg.^^^HgI 
HOHg/ \C00H 

Whereas mercuri-hydroxymercuri-acetic acid derivatives are formed 
when sodium acetate, mercuric oxide, and concentrated alkali are heated 
together, the replacement of the oxide by mercuric iodide leads to the 
production of the sodium salt of the above iodomercuri compound when 
the action is carried out at 105*' C. The derivative crystallises in yellow 
l^lates, which are only decomposed with difficulty by hydrochloric or 
hydrobromic acids. The free acid is obtained by the action of dilute 
nitric acid on the sodium salt, and it crystallises in greenish-white plates, 
which are partly decomposed by hot dilute hydrochloric acid, and com- 
pletely by potassium cyanide solution, whilst potassium iodide gives a 
strongly alkaline liquid which is yellow. This iodide with dilute silver 
nitrate solution gives the nitrate, (N03Hg)(H0Hg)2.C.C00H, as a 
yellowish-white crystalline powder, which decomposes on heating, and 
is insoluble in water or 3 per cent, nitric acid, but soluble with partial 
decomposition in hydrochloric acid, potassium cyanide, or iodide 
solutions. 

Trichloromercuri-acetic acid, (ClHg)3C.COOH.— When an alco- 
holic solution of mercuric chloride is boiled for twenty hours with 
sodium ethylate, acetate, or propionate, the mercarbide, C2Hg4Cl4, is 
obtained in glistening scales. It is soluble in hot alkali, and dilute 
hydrochloric acid precipitates the above chloride from the solution, 
a black residue rernaining, which is a mixture of mercury with di- and 
trimercuri-acetic acid. The mercarbide, I., when warmed with sodium 
hydroxide or potassium cyanide, is decomposed, mercury separating and 
a strong odour of aldehyde resin being noticed. Heating with mercuric 
oxide and potassium hydroxide at 105° to 110° C. gives the explosive 
base II. : 
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Hg 


/Cl 


“Nc-c/ 

ClHg/\/^HgCl 



Halogen substituted acetic acids have not been investigated to any 
great extent as to their capacity for forming mercury derivatives. 
Hofmann ^ isolated the compound, HgCl.CHCl.COOH.KCl, by boiling 
sodium monochloroacetate with mercuric oxide and alkali in aqueous 
solution. The compound crystallises from alcohol in silky needles, 
which are decomposed by dilute hydrochloric acid into mercuric chloride, 
potassium chloride, and glycol ; by sodium hydroxide into mercuric 
oxide and sodium glycollate. 


Deeivatives or Cyanoacetic Acid.® 


Hydroxymercuricyanoacetic acid, 


hooc.ch.cn 

igOH 


When 3'24 grams of mercuric oxide (0-015 mol.) and 1-7 grams of 
cyanoacetic acid (0-02 mol.) in 30 c.c. of water are shaken together for 
two days, the mercuric oxide dissolves and a white crystalline precipi- 
tate is deposited (4-4 grams), which is soluble in alkalies forming salts. 
Attempts to prepare the same compound from aqueous cyanoacetic acid 
and mercuric acetate failed to give the same result. The sodium salt 
of the acid is obtained in good yield when sodium cyanoacetate is shaken 
with mercuric oxide, and the potassium and barium salts are prepared in 
the same way. The potassium salt is also obtained when mercuric 
cyanide and potassium cyanoacetate react in alkaline solution. 

The ethyl ester is prepared by adding an aqueous solution of mercuric 
acetate (3-36 grams in 100 c.e.) to the ethyl ester of cyanoacetic acid in 
methyl alcohol (2-4 grams in 60 c.c.), when 6-2 grams of the ester 
separate as a snow-white crystalline precipitate. The methyl ester is 
also crystalline and prepared in a similar manner. 

By treating a neutral solution of mercuric nitrate with ammonium 
cyanoacetate, Meves ® obtained a mercury compound of indefinite com- 
position. Petterson, by adding ammonium cyanoacetate solution, 
0-02 mol., to an aqueous solution of mercuric acetate, 0-03 mol, obtained 
in two days a white flocculent precipitate, which split off mercuric oxide 
when treated ivith sodium carbonate. The following formuloo have 
been proposed for the substance ; — 


CN 


CN CN 


'Hg^ 


CN 


HC.COO— Hg— OOC.CH, C— COOH HOOC— C and 


-0 Hg Hg. 


- 0 - 


-Hg 


CN CN 

HC.CO— 0— CO.CH 
HgO— Hg OHg 


‘ Hofmajin, Ber., 1899, 32, 870; Chem. Zentr,, 1899. i. 1024. 
2 Petterson, J, praM, Chm, 1912, 86, 462. 

® Meves, Annakn, 1867, 143, 204. 
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Derivatives of Benzoylacetic Acid.^ 

Anhydro-a-hydroxy-mercuribenzoyl acetic acid, CgHg.CO — 
CH — CO — 0 — Hg. — Three grams of benzoyl acetic acid in 50 c.e. of 


chloroform are boiled for one minute with an excess of yellow mercuric 
oxide and filtered. The filtrate is evaporated to dryness, the residue 
extracted twice with ether and dried. Yield 1*3 grams. The compound 
is white, decomposes at about 290° C., and is readily soluble in hot chloro- 
form or sodium hydroxide, but insoluble in water or ether. Dilute 
hydrochloric acid decomposes it, forming mercuric chloride and benzoyl 
acetic acid. 

Mercury “bis -benzoylmethane, (CgH 5 COCH 2 ) 2 Hg. — Five grams 
of yellow mercuric oxide are added to 1*3 grams of benzoyl acetic acid 
in 50 c.e. of 95 per cent, alcohol, the mixture heated to boiling and 
filtered. The residue is boiled with 20 c.c. of alcohol, filtered, and the 
two filtrates combined. Dilution with water and cooling in ice yields 
0-8 gram of a very pale yellow precipitate, M.pt. 159*5° C. The com- 
pound is soluble in hot alcohol or acetone, but insoluble in water or ether. 
An alcoholic solution of the compound does not give a precipitate of 
mercuric oxide when treated with sodium hydroxide, but ammonium 
sulphide gives an immediate precipitate of mercuric sulphide. With 
mercuric chloride it yields the following compound : — 

Benzoylmethyl -mercuric chloride. — The above compound in 
hot 95 per cent, alcohol is heated with mercuric chloride until the 
mixture no longer gives a test for mercuric ions when treated with 
sodium hydroxide. The mixture, after dilution and cooling in ice, gives 
a precipitate melting at 146° C. This compound is identical with that 
prepared by the direct mercuration of acetophenone, Le, phenacyl- 
mercuric chloride, see p. 196. 


Derivatives of Nitro-acetic Esters.^ 

Ethyl hy dr oxymercuri-aci-nitro- acetate anhydride, 

/NO 

0 < 

\Hg/ 

This compound is formed as a white precipitate from the interaction 
of ammonium aci-nitro-acetate and mercuric chloride in aqueous solution. 
It sublimes when carefully heated, detonates when strongly heated, and 
when ignited burns with a luminous flame. In bases it dissolves readily, 
but is almost insoluble in boiling water. Treatment with bromine in 
potassium bromide solution forms ethyl dibromonitro-acetate, and 
potassium iodide removes the mercury from the anhydride as mercuric 
iodide. 

Prager considered the formation of the anhydride to be preceded 
by the formation of ethyl chloromercuri-aci-nitro-acetate, 


1 Kharasoh and Staveley, J. A^ner. Chem. Soc., 1923, 45 , 2966. 

2 Scholl and Nyberg, Ber., 1906, 39» 1956; Prager, Monatsk, 1912,33, 1286; Steinkopf, 
Annalen, 1923, 434> ^1- 
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/CO,Et 

CHf-NO; 

\HgCl 

and it is probable that this eompoiind is formed when the anhydride 
dissolves in dilute hydrochlorie acid, and the corresponding cijanide 
when potassium cyanide is used as solvent. 

The sodium aci-nitro compound is a greenish-yellow substance, 
formed when the anhydride is dissolved in sodium hydroxide and the 
solution evaporated with exclusion of atmospheric carbon dioxide. 

The following formula has been assigned to it : — 


/COjEt 

c4NO,Na 

\HgOH 

iso-Propyl hydroxymercuri-aci-nitro-acetate anhydride. 


Hg 

is formed when mercuric chloride is added to an aqueous solution of the 
ammonium salt of isopropyl nci-nitro-acetate in the presence of sodium 
acetate, and the isobutyl and isoamyl derivatives may be prepared in 
the same way. The general ijhysical properties of these compounds are 
the same as those of the above ethyl derivative, save that potassium 
iodide does not react with their alkaline solutions. 


CO,Pr,^. 



Derivatives of substituted Acetic Acids. ^ 


Many investigators have attempted to isolate mercury derivatives 
from aceto-acetic ester, but the results have been so varied that no 
reliance can be placed on any of the early work on this compound. 
Kharasch and Staveley,^ however, have obtained definite results by 
heating mercury salts of substituted acetic acids in vacuo, e.g. di- 
methyl and diethyl aceto-acetic acids when dried and heated in vacuo 
at 90° C. evolve carbon dioxide, and the mercury becomes bound to the 
carbon atoms which were formerly attached to the carboxyl groups : 

Heat 

[CH3CO.CEt3.COJ,Hg-^[CH3CO.CEt,-],Hg+2CO, 


Mercury bis-a-acetyl-a-isopropyl or Mercury-bis-aceto-di- 
methyl-methane, LCHjCO.CMea-JaHg.— Mercuric dimethyl aceto- 
acetate is heated in a vacuum at 90° C., when it is found to lose two 
molecular equivalents of carbon dioxide, which is shown by the loss in 
weight. The resulting mass is extracted with acetone, and the solvent 
removed in vacuo, the product isolated melting at 120° C. It is soluble 
in acetone, alcohol, toluene, or xylene, but only slightly soluble in ether 
preuric sulphide is split off from it by the action of ammonium sulphide^ 
but no mercuric oxide is formed when sodium hydroxide is added. The 
compound soon decomposes with the deposition of metallic mercury. 


T> ^ n’ ’ Hoffflann, Ber., 1898, 31 , 2212 ; Lev 

Ber.. 1900. 33 1014 ; Ber., 1902, 35 , 2385 ; Michael, Bcr., 190,5, 38 , 2090. ^ 

Kharasch and iStaveley, J. Amer. Chem. JSoc., 1923, 45 , 2961. 
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Aceto - dimethyl - methyl - mercuric chloride , CH ^CO .CMe g— 
HgCl. — To 1*8 grams of the preceding comjDoimd in 15 c.c. of alcohol, 
3 *4 grams of mercuric chloride dissolved in 30 c.c. of 95 per cent, alcohol 
are added, and the whole boiled for five minutes. On cooling, white 
crystals, M.pt. 124-5° C., are deposited. Yield 1-1 grams. 

In a similar manner, commencing with mercuric aa-dieth 3 daceto- 
acetate, the following compounds have been obtained, their pro])crties 
being analogous to those of the methyl compounds : — 

Mercury bis-a-acetyl-a-ethylpropyl or Mercury bis-aceto- 
diethylmethane, [CHgCO.CEta— JaHg, M.pt. 109° C. ; Aceto-diethyl- 
methyl- mercuric chloride, [CHgCO.CEtg— ]HgCl, M.pt. 77° C. 

Diazo-acetic Esters.^ — Mercuric oxide dissolves in the cooled ethyl 
ester of diazo-acetic acid, and the product is extracted with ether. From 
the ethereal solution yellow, rhombic crystals of mercury bis- diazo-acetic 
ethyl ester are deposited, the parameters of which are a : b : c =0-4540 : 
1 : 0-72527. The crystals melt with decomposition at 104° C., and are 
affected by direct sunlight, mercury separating out. The substance 
explodes on concussion and is volatile in steam, with some decomposition. 

The methyl ester yields a similar compound which melts with partial 
decomposition at 123° C., and is less soluble in ether than the ethyl deri- 
vative. The methyl compound is decomposed by water at ordinary 
temperatures into mercury, nitrogen, methyl alcohol, oxalic and 
glycollic acids. 


Derivatives of Propionic Acid. 
Anhydride of a-hydroxymercuripropionic acid,^ 
CH3— CH— CO 



Hydroxymercuri methyl malonic ester, H0Hg.CMe(C02Me)2, is saponi- 
fied with 4 mols. of Normal alkali hydroxide and the resulting solution 
acidified by dilute sulphuric acid. The precipitate is washed, suspended 
in water and boiled until the evolution of carbon dioxide ceases, a nearly 
quantitative yield of ester being obtained. It decomposes at 150° C., 
and with halogen acids yields mercuric salts. It is insoluble in organic 
solvents, but dissolves readily in alkalies. 

j8 -Mercury bis -propionic acid , IIg(CH 2 .CH 2 .CO — This 

derivative is isolated by reducing jS-iodopropionic ethyl ester in cold 
ethereal solution with 0-5 per cent, sodium amalgam. The residue is 
shaken with warm Normal sodium hydroxide solution, then cooled and 
acidified with dilute sulphuric acid, which precipitates colourless crystals. 
Yield 27 per cent. It is recrystallised from hot water, and melts at 
148-5° to 149-5° C. (corr.). It is easily soluble in warm alcohol, less so in 
acetone or hot ethyl acetate, and sparingly in ether or chloroform. It is 
soluble ill hot concentrated hydrobromic acid, the solution depositing 
crystals of an acid on cooling. Heated with water at 100° C. the acid 
forms the anhydride of ^-hydroooymercuripropionic acid. This decom- 
poses at 190° C., and is insoluble in the usual organic solvents or water, 
but soluble in alkalies or warm mineral acids. 

^ Curtius and Buchner, J. prakt. Gheni , 1888, [2j, 38, 41 1 ; Buchner, Ber., 1895, 28, 215- 
® Schoeller and Sohrauth, Ben, 1909, 42, 782, 

3 Fischer, Ben, 1907, 40, 387. 
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Derivatives of Malonic Acid and its Esters.^ 

Mercury bis-malonic methyl ester, Hg[CH(COOMe) 2 ] 2 . — Methyl 
malonate (36 grams, 2Jmols.), vAth. 25 grams of mercuric oxide (1 mol.) 
and 50 c.c. of water, are shaken on a machine at 37° C., in the absoiK*c 
of light. After twelve hours a white body having the above comiiositiou 
separates out. It is soluble in cold chloroform and sparingly m alcohol, 
acetone, or ethyl acetate. It sinters at 125° C. and melts at 127° C. 
(corr.). Saponification with 4 mols. of Normal alkali, and acidification 
with dilute sulphuric acid, gives an almost quantitative yield of tlie 
anhydride of hydroxymercuri-acetic acid. 

Hydroxymercuri methyl malonic methyl ester, HOHg.CMe 
(C02Me)2. — The preparation is carried out in a similar manner to tlie 
above, using equal molecules of the ester and mercuric oxide and con- 
tinuing the shaking for several days. It is a white amorphous solid, 
insoluble in the usual solvents. When saponified as above it gives an 
85 per cent, yield of the anhydride of liydroxymereuri-propionic acid. 
In a similar manner the methyl eater of etliyhnalonic add yields 80 ])cr 
cent, of hydroxymercuributyric acid anhydride. 

From malonic acid itself, Biilmann claims to have obtained sc^T-‘ral 
very complex derivatives, but their constitution seems doulitful.- 

Derivatives of Unsaturated Acids. ^ 

The acids of this series can be mercurated, with the exception of 
fumaric and mesaconic acids, which only yield normal mercuric salts. 

Anhydride of a-hydroxymercuri-jS-hydroxypropionic acid, 
CH2(0H)— CH— CO 

Hg-i 

Five grams of anhydrous acrylic acid are mixed with a solution jirc- 
pared from 10 grams of mercuric oxide in 10 c.c. of sulphuric acid and 
40 c.c. of water. Addition of alcohol gives a white, sticky precij)itate, 
the latter on treatment with alcohol becoming gritty. It is iilterccl 
off, washed, and dried, and is very hygroscopic. The yield from twT) 
preparations was 8 to 9 grams. Biilmann assigns the i’ollowing con- 
stitution to this body : — 

[g.COsH 
[g.COsH 

If the substance be boiled with 8 to 10 parts of water, a part of it 
dissolves; the insoluble residue, ^vashed with water and alcohol and 
dried, gives the pure anhydride. 


SO 


CH 2 OH.CHHg.CO 2 CH. 2 OILCHH 
'cH2OH.cHHg.cO2 CHgOii.cm- 


1 Biilmann, Ber., 1902, 35 , 2580 ; SchoeUer and Schrauth, ibid., 1908 , 41 , 2089 : German 
Patents, 208634, 213371. 

2 See German Patents, 221483, 231092, 248291, 

® Biilmann, Be?., 1902, 35 , 2571. 
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It has also been prepared by heating mercurous acrylate, the follow- 
ing reaction taking place : — 

Hg,(CH2=CH.CO,)2+H20=Hg+CH2=Cn.COJI+CHoOI-LCHHgioj 

Anhydride of a-hydroxymercuri-jS-hydroxy-n-butyric acid»^ 


CIIs— CHOH-^CII— CO 



Seven grams of crystallised crotonic acid in 50 c.c. of warm water are 
Iieated with 7 grams of mercuric oxide until comjjletc solution takes 
])lace. Tlic solution is then evaporated to about 25 c.c., cooled, and 
treated with 200 o.e. of absolute alcohol. The white precipitate is 
washed with alcohol and ether, and dried over calcium chloride. 

The anhydride may also be prepared by the interaction of crotonic 
acid and mercuric acetate, precipitating the product with alcohol. 

Mercuration of crotonic acid using mcrcanc sulpJiate solution docs not 
yield a pure compound. 

Derivative of a-acetoxymercuri-^-hydroxysuccinic acid, 


HO— CH— CO 
AcO.Hg— CH— CO 


2H,0 


Mercuric acetate, 20 grams, is dissolved in GO c.c. of water and treated 
in tlic cold with 5 grams of maleic acid in 40 c.c. of water. Any })re- 
cipitate which may be formed is filtered off, 4 grams of maleic acid in 
40 c.c. of water added, and the mixture heated, a white micro -crystalline 
precipitate separating out. This is filtered off and washed with very 
dilute acetic acid, then with water, alcohol, and ether. Yield 7-5 grams. 
It is insoluble in water and alcohol, but dissolves in acids or alkalies. 
It reacts with sodium chloride and potassium iodide solutions according 
to tlic equations : 


HOCH-CO^Na 

CelleHgP^ +3NaCl - | +C2H302Na+HgCl o 

ClHg.CH-CO^Na 

Derivative of anhydro a -hydroxymercuri- a -hydroxymethyl 
succinic acid, 


(H0.CH2i(C0aIIg).CH2.C02)2Hg or (l![g.CH2.C(C0j)(0H).CH2.C02)2Hg 

When prepared by the mercuration of itaconic acid using mercuric 
sulphate solution, 7 grams of acid and 50 c.c. of the salt solution yield 
11 grams of product. It contains 3 molecules of water of crystallisa- 
tion and has similar properties to the preceding compound. 

Derivative of Citraconic Acid. — Five grams of the acid in 40 c.c. of 
water are added to a cold solution of 20 grams of mercuric acetate in 
60 c.c. of water. When heated at GO'' C. this mixture yields a micro- 


1 Ley, Ber., 1900, 33 , 1010 ; Biilmann, loc. cit. 
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crystalline precipitate, which is filtered whilst hot. It is washed with 
very dilute acetic acid, water, and alcohol. Yield S Tlie tollow- 

ins? constitution has been assigned to it : — 

CH3~C(0H)-C0,\ Ac0.Hg.C(Cn3)-C02. 

I )>Hg or I )>llg 

AcO.Hg.CH CO/ IIO.CH CO/ 

It is insoluble in water or alcohol, but dissolves in acids. Aminoniuiu 
sulphide precipitates mercuric sulphide from its alkaline solutions. 

Derivatives of Chaulmoogric Acid,^ 

Anhydride of hydroxymercuri -ethoxy -chaulmoogric acid. — 
To 1 mol. of mercuric acetate dissolved in 200t) c.c. of liot absolute 
alcohol and 400 c.c. of glacial acetic acid, and cooled to room temperature, 
1 mol. of chaulmoogric acid is added in small portions, witli constant 
stirring, until a fairly clear solution is obtained. After twenty-four 
hours any sediment is filteied off and the filtrate allovrod to stand in an 
ice-chest for three months. A total of 50 grams of er 3 ",stals is tluis 
obtained, and recrystallised from 95 per cent, alcohol. A mass of 
silvery, minute needles is formed, melting at 112° to 113° C.. to a clear 
liquid. It is readily soluble m chloroform or glacial acetic acid, less so 
m hot alcohol, hot ethyl acetate, or hot acetone, and practically insolu))le 
in cold solvents. Its constitution is represented bj^ formula I. 

Ethyl acetoxymercuri-ethoxy-chaulmoograte (II.). — One mol. 
of freshly distilled ethyl chaulmoograte and 1-25 mols. of mercuric 
acetate are dissolved in 1000 c.c. of absolute alcohol and 100 c.c. of 
glacial acetic acid. The solution is tightly stoppered and allowed to 
stand for ten days in an ice-chest, then filtered, and the filtrate poured 
into a large volume of water. An oil is obtained, and if the water l)e 
separated off, the oil partially solidifies on standing. It is filtered and 
the residue recrystallised from petroleum ether, then from absolute 
alcohol. Yield 15 grams. It forms minute, colourless needles, M.pt. 
67° to 68° C., stable in air, but decomposed by inorganic acids.^ 

AcO.Hg--CH— CII(CIl2)ioC02Efc. 

Eto.la diH, 

V, 

IL 

1 German Patent, 245571 ; Dean, Wrenshall, and Fujimoto, J. Amor. Ohon. ;9or., 

47 . 403. 

- The patent mentioned above ((lierman Patent, 245571) also deals with the merciira* 
tion of cyclohexenecarboxylic ester. 

The following German patents have also been taken out for aliphatic acid niorcuruiLs : 
Ibid,, 246207, behenolic acid esters, stearolic acid ester. Ibid., 2G4267, aryl hydi oxy fatty 
acids. Ibid., 279199, aminomethane disulphonie acid. Ibid,, 228877, oleic acid ctini 
ester, triolein. Ibid., 387850 ; American Patent, 1457G75 ; diethyl diallylinalonatc‘, diallyl- 
barbituric acid, ethyl diaUylacetate, diethyl o-phenylenodiaerylato, di]}henio acid and 
ethyl diphenyIaminG-2-carboxyIate 

The following deal with purine derivatives: Roscnthalcr and Ahdmann, fJer. Driit. 
pharm, Ges,, 1923, 33 , 180 ; German Patents, 28237G, 282377. 


ig— CH— CH(CH2 )i 2CO— < 
Etoin cHg 

X 

I. 



CHAPTER VI. 

MERCURY [contiuucd], 

Akoma'L'ic Compounds of the Types RgHg ; RlIgR' ; RHgX. 

All the eoiupouiids o! the type R 2 ng, with tlic exception of mercur}?' 
dibenzyl, the bromo-, chloro-, and nitrophenyls, and thienyl derivatives, 
have been prepared by the amalgam method. The amalgams used arc 
more concentrated than for the corresponding alkyls, and a higher 
temperature is required for the reaction ; the strength of amalgam in 
certain cases is as follows : Mercury diphenyl, 2*7 per cent. ,* mercury 
di- 0 “toly], 8 per cent. ; mercury di-m-tolyl, 3 per cent. ; mercury di- 
m-xylyl, 2 per cent. ; mercury dipseudocumyl, 1-5 per cent. ,* mercury 
di-a-naphthyl, 4 per cent. The Grignard reagent has not been used so 
extensively in these preparations as with the alkyls, but it is the sole 
method of obtaining mercury dibenzyl, and has also been applied to 
the production of mercury diphenyl and dicyclohexyl. A recent 
method of preparation consists in treating phenylmcrcuric or halogen- 
ated phenylmercuric halides with copj^er in pyridine solution, and in tins 
^vay mercury diphenyl, di-p-chlorophenyl, di-p-bromoi^henyl, and di-o- 
iiitrophenyl have been isolated. vStannous chloride and sodium hydroxide 
ill pyridine have also been used instead of copper in the case of tlie 
phenyl compound. It has already been noted that ethyl hydrazine 
reacts with mercuric oxide to yield mercury diethyl, and phenyl hydra- 
zine in the same way yields mercury diphenyl. The halogens attack 
mercury diphenyl, giving PliHgHaL, but in the case of bromine or iodine 
the reaction proceeds a stage further if four atoms of halogen are used, 
as shown by the equations : 

RgHg +2Hal. =RHgHal. +RHal. 

RHgHal. +2Hal. =RHal. +HgHal .2 

A similar series of reactions also occurs when mercury di-a-iiaphthyl 
is treated with iodine in carbon disulphide solution. 

Gaseous hydrogen chloride, bromide, or iodide decompose mercury 
diphenyl, whereas hydriodic acid forms phenylmercuric iodide. Con- 
centrated hydrochloric acid varies in its action towards these deri- 
vatives. Whilst mercury diphenyl, di-o-nitrophenyl, di-p-tolyl, di-a- 
naphthyl, di-jS-naphthyl are decomposed when boiled with concentrated 
hydrochloric acid, mercury di-m-xylyl, dipseudocumyl, and bis-diphenyl 
remain unchanged. Concentrated nitric acid decomposes mercury 
diphenyl, di-p-tolyl, and di-a-naphthyl, di-^-naphthyl, and sulphuric 
acid gives similar results. When boiled with organic acids, mercury 
diiihenyl forms salts of the type RHgX, and mercury di-a-naphthyl 
behaves in a similar manner towards glacial acetic acid, but when heated 
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in a sealed tube with the latter acid mercury dibenzyl is deconipused. 
As far as investigations have gone, the following chlorides react with tlie 
type R 2 Hg f o yield organometallic compounds : boron, indium, thallium, 
phosphorus, and arsenic trichlorides and silicon tetrachloride, likewise 
the metals magnesium, zinc, cadmium, aluminium, selenium, and 
tellurium. Mercury dij^Jienyl reacts with mercuric chloride in acetone or 
alcoholic solution to give phenylmercuric chloride, but if mcrctirous 
chloride is used a temperature of 160° C. is necessary to effect the cliange. 
Mercuric halides or cyanides react vdth mercury dicyclohexyl in any 
solvent to yield the type RHgX, and the halides give a similar result 
with mercury di-a-naphthyl. Bromine also splits off a naphthyl grouj) 
from the latter compound. 

The foregoing reactions do not necessarily ajDply to R 2 Hg when R — 
thienyl, and these compounds come under a category of their own. All 
the compounds of this type are prepared from halidcmercuri thiophenes, 
the method of conversion depending on the position of the substituents 
in the thiophene ring. It was found that attempts to produce the iodide 
from 2-chloromercuri thiophene by the action of sodium iodide in acetone 
solution gave only small yields, but a considerable amount of mercury 
2 : 2'-dithienyl was formed at the same time. Investigation showed that 
this method of producing the type R 2 Hg is a general one, if the mercury 
residue be in the a-position, and in the case of 5-chloromercuri-2-bcnzyi- 
thiophene the change is brought about by sodium thiocyanate m acetone 
solution. Di -substituted thiophenes containing methyl groups in the 
3 : 4 or 3 ; 5 positions react in a similar manner, but if these groups arc 
in the 2 : 5 positions the conversion cannot be brought about b}^- sodium 
iodide. 3-Chloromercuri-2 : 5-dimethylthiophene is transformed to 2 : 5 : 
2' ; 5'-tetramethyl-3 : 3'-dithienyl by boiling it in xylene solution with 
metallic sodium, and the corresponding 2 : 5-diphenylthio])hcnc under- 
goes a like change. The reactions of 2 : 5-dichloromercurithiophc‘nc arc 
interesting and are illustrated in the scheme below. It will be seen that 
the change from RHgX to RgHg may be also brought about by heat in 
this case. 


ClHgl^lHgCl 


ClHg|/\pigCl 

LJ . 


4NaI 


inaHsN 



■ I I “ 

IHgl^Hgl 


IHgAngl 


n 

Hg< s )Hg 



MERCURY. 


71 


The dithieiiylenes, one of which is shown above, are non-crystalline 
insoluble powders, only decomposing at high temperatures. 

The type RIIgR' is much less stable than RgHg, and in all cases these 
unsymmctrical compounds have been obtained by aid of the Grignard 
reagent. In order to obtain satisfactory yields, the Grignard reagent 
should not be used m large excess, and the temperature should be kept 
below 5 ° C. Mercury ethyl phenyl decomposes after standing for several 
months into mercury diethyl and mercury diphenyl, and a similar 
change takes place with mercury eth^d benzyl . At ordinary temperatures 
mercury phenyl benzyl is slowly transformed into mercur}:^ diphenyl and 
mercury dibenzyl, but at 80 ° C, the decomposition j^roduces mercury, 
dibenzyl, and mercury dibcnzyl. Mercury o-tolyl benzyl at 80 ° C, 
yields mercury, dibenzyl, and mercury di-o-tolyl. All compounds of this 
type when treated with alcoholic mercuric chloride split according to 
the equation : 

RHgR' -hUgCl 2 =RHgCl +R'HgCl 

AVTth alcoholic hydrogen chloride, one compound of the type RHgCl is 
always formed, and sometimes both radicles give chlorides, but no 
general rule can be formulated from the known comiDounds to cover 
all cases. 

Some methods of preparing dcriv'atives of the type RHgX have 
already been dealt with in describing the reactions of the type R2Hg. 
In the case of benzene and toluene the mercuration may be carried out 
directly, using mercuric acetate. If the operation is performed in the 
presence of alcohol, benzene may be converted to phenylmercuric 
acetate at 100° C., but the process takes about fifty -five hours to obtain 
an 80 per cent, yield. When toluene is rclluxcd with mercuric acetate, 
ortho- and para- ring-substituted compounds arc produced. Another 
method is to treat the aryl sulphinic acids or their sodium salts with 
mercuric chloride, when the following reaction occurs : — 

R.SO all +HgCl 2 =RHgCl +SO2 +HC 1 

This reaction has been applied to phenyl and tolyl derivatives. The 
acid grouping of aryl boric acids may also be replaced by mercury, this 
affording one means of preparing phenyl, tolyl, and benzyl compounds. 

RB( 0 H) 2 +HgCl 2 +H 20 -RHgCl +HC 1 +H3BO3 

The Grignard reagent has been employed in isolating the mercuric 
halides of the following radicles : phenyl, tolyl, benzyl, and naphthyl, 

RMgX+HgXg =RHgX +MgX2 

If the compound RHgX be treated with a second molecule of 
Grignard reagent, the type R2Hg is produced. 

Triphenylstibine when heated with mercuric chloride yields phenyl- 
mercuric chloride, and tri-m-tolylstibinc mercurichloride when boiled 
with alcohol is converted into m-tolylmercuric chloride. 

Although thienyl compounds of the type RHgX react with potassium 
iodide in acetone to give the type R2Hg, this has only been noted in 
benzenoid derivatives in the case of p-tolylmercuric chloride, when a 
large excess of potassium iodide is used. With phenyl and a-naphthyl- 
mercuric chlorides only the corresponding iodides are produced. The 
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iodides in the tolyl series are obtained by refluxing the other halides 
with alcoholic potassium iodide, and pseudocumylmerciiric iodide is 
only formed by heating the R 2 H[g derivative with an excess of alcoholic 
mercuric iodide in a sealed tube at 180° to 140° C. 

The nitrates of the phenyl, tolyl, and a-naphthyl compounds are 
formed by the action of oxides of nitrogen on the R 2 Hg derivatives 
as well as by alcoholic silver nitrate on the halides. 

In the case of halogen-substituted hydrocarbons the principal 
method used is the mercuration of the sulphinic acid, and not the hydro- 
carbon itself, whilst the method acts equally well with nitrobenzene. 
The nitrotoluenes when mercurated by mercuric oxide in the ]:)resencc 
of sodium hydroxide yield compounds containing mercury in the side 
chain, but with mercuric acetate at 140° C., in the absence ol a solvoiil, 
the mercury enters the ring. If nitrotoluene sulphinic acids are used 
as starting-points, the acid group is replaced by mercury l^y prolonged 
boiling with 50 per cent, aqueous alcoholic mercuric chloride. 

The sulphonic acids are mercurated directly by means oi mercuric 
acetate in boiling aqueous solution in the presence ol acetic acid. 

Thiophene is readily mercurated by mercuric chloride in tlic presence 
of sodium acetate, yielding mono- and di-mercurated products oi the 
type RHgX, but not RaHg. Mono-substituted thiophenes usually 
behave in a similar manner, and in the case of di-substitiited thiophenes 
the position of the groups in the nucleus determines whether a di- 
mercurated product is formed, although all yield monomercuri com- 
pounds. The bromides are obtainable from the chlorides by using 
mercuric bromide in alcoholic solution, or from the corresponding 
dithienyls by treatment with mercuric bromide in acetone solution. 
Replacement of the mercuric bromide by sodium iodide (1 mol.) in 
acetone solution gives the iodides, the bromides RHgX being used instead 
of the chlorides. 


Compounds or the Type RgHg. 

Mercury diphenyl, PhgHg, may be prepared in several ways, as 
follows : — 

1. From phenylmercuric acetate.^ It was first noted by Himrolh 
that phenylmercuric acetate when treated with alkaline sodium stannitc 
gives mercury diphenyl, and this reaction has recently been worked up 
by Maynard and shown to be the best method of preparation yet 
discovered, the yield being approximately 96 per cent. A solution 
containing 50 grams of stannous chloride in 125 c.c. of water and 125 
c.c. of cold 40 per cent, sodium hydroxide is added with mechanical 
stirring to 30 grams of phenylmercuric acetate in 300 c.c. of water. 
After stirring for one hour, mercury and mercury diphenyl separate, 
the mass being filtered, washed, and dried. The mercury diplieiiyl is 
extracted from the residue by 150 c.c. of acetone, and the compound 
precipitated by the addition of water. Yield 13*2 grams. The reaction 
may be represented by the equation 

2C6H5HgX+Na2Sn02+2Na0H=(C6H6)2lIg+Hg+i^NaX+Na2Su03 

2. Two other phenyl mercuric compounds have also been mentioned 

1 Dimroth, 1902, 35 , 2853 ; Maynard, J, Avm, Chem. ISoc,, 1924, 46 , 1510. 
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as yielding iiicrcuiy diphenyl, (1) phenylinercurie bromide, by prolonged 
boiling witli potassium sulphide, 

2PhHgBr d-KgS =:2KBr +HgS +Ph 2 Hg 

and (2) piicnylmercuric iodide, when treated with sodium anialgani iu 
alcohol or benzene solution, 

2PhngI+PIa=2HI+Hg+Ph2Hg 1 

;j. By tlic Grignard reaction.^ Twenty-five grams of bromobeiizenc 
and 3*1 grams of magnesium in dry ether are slowly treated with 13 
grams of mercuric chloride and the mixture boiled for one hour on the 
Avater-liatli. The mass is then decomposed with dilute hydrochloric 
acid and the whole extracted with ether, the ethereal solution yielding 
about 7-5 grams oi* mercury diphenyl. Yield 44 per cent. Magnesium 
jihenyl bromide with jdienyl mercuric chloride gives a 67 per cent, yield 
of mercury dijihenyl. 

L By the Fittig reaction.® In this case bromobeiizenc, mercuric 
chloride, and metallic sodium are allowed to react in dry benzene. After 
c'ompletion of the reaction the mercury diphenyl is obtained from tlic 
benzene solution. 

5. By the use of sodium amalgam.^ Equal volumes of bromo- 
benzene and xylene containing one-tenth by volume of ethyl acetate arc 
treated with an excess of 2*7 per cent, sodium amalgam and heated from 
120° to 140° C. for eight hours. The mercury diphenyl is obtained from 
the benzene-xylenc solution in 46 per cent, yield. 

6. From phenylmercuric sulphide, phenylmcrcuric thiocarbonatc, 
and phenylmcrcuric thiosulphate.® 

The above three compounds arc changed to mercury diphenyl by 
treatment with alcohol, benzene, and sodium thiosulphate respectively. 

7. From phenylarsenious oxide.® Thirty-four grams of phenylar- 
senious oxide in 300 c.c. of 2-Normal sodium hydroxide are stirred with 
54*2 grams of mercuric chloride in 500 c.c. of water, the temperature 
being maintained at 0° C. The temperature is then raised by heating 
on a Avater-bath until no further precipitate is formed, and afterwards 
the product is filtered, washed, and dried. The mercury diphenyl is 
removed from this residue by boiling with alcohol, from which the com- 
pound crystallises on cooling. 

8. From phenylhydrazine.’ Phenylhydrazine is heated with an 
excess of yellow mercuric oxide, when nitrogen is evolved, and aniline 
and mercury diphenyl formed. Ten grams of the base yield 4 grams of 
pure compound. A similar result is obtained Avhen mercury acetamide 
replaces the oxide. 

9. By the action of copper on a pyridine solution of phenylmcrcuric 
bromide.® 

1 Droller and Otto, Annalen, 1870, 154 , 93. 

® Pfeiffer and Truskier, Ber., 1904, 37 , 1125. 

® Michaelis and Roesc, Ber., 1882, 15 , 2877. 

^ Dreher and Otto, ho, cU. ; Bor,, 1869, 2 , 542 ; Ladenburg, Anmlen, 1874, I73» 151 ; 
Michaelis, Annalen, 1876, 181 , 290 ; Aronlieiin, Anmlen, 1878, 194 , 148. 

® Pesci, Gazzetta, 1899, 29 , (i.), 394. 

« German Patent, 272289. 

’ Porsier, Trans, Chem, Boo., 1898, 73» 783 ; Eisoher and Ehrhard, Anmlen, 1879, 
199 , 332. 

8 Hein, ^^^agler, and Rotter, Bor., 1925, 5 S, [B], 1505. 
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10. From the compound produced by the action of ammonia on 
phenyl mercuric acetate.^ 

The compound (CgH5Hg)2NH20Ac reacts with carbon bisulphide in 
alcoholic solution according to the equation : 

(CeH5Hg)2NH2.C2H302+CS2=(C6H5)2Hg+HgS+C2H402+CNSH 

Similar results are obtained if the carbon bisulphide is replaced by 
diphenyl- or p-ditolylthiocarbamides. 

11. The production of mercury diphenyl was noticed when bromo- 
benzene, chloroformic ester, and sodium amalgam interact in the pro- 
duction of esters of benzoic acid.^ 

12. ® A solution of 6-2 grams of phenylmercuric chloride in 40 c.c. 
of pyridine is treated with 2-5 grams of stannous chloride in 5 c.c. of 
water mid sufficient 30 per cent, sodium hydroxide to give solution. 
The mixture is filtered after several hours. Yield 3*1 grams, 90 per 
cent. 

Mercury diphenyl crystallises in small, felted needles, M.pt. 124*5° C., 
B.pt. 204° C. at 10*5 mm. The melting-point as given by various 
investigators ranges between 120° to 126° C., and the variation is no doubt 
due to the presence of small quantities of diphenyl, which is always 
formed at the same time. The crystals turn yellow when exposed to 
light, are soluble in chloroform, benzene, ether, or alcohol, and insoluble 
in water. Its density varies between 2*29 and 2*34. No absorption 
bands are shown by chloroform solutions of mercury diphenyl at any 
dilution.^ 

The reactions of mercury diphenyl are summarised in the following 
table 


REACTIONS OF MERCURY DIPHENYL. 


Reacting Sub- 
stance. 

Conditions of 
Reaction. 

Resulting Products. 

References. 

Chlorine. 

Dry gas. 

Phenylmercuric chloride, 
chlorobenzene, mercurous 
chloride. 

Drelier and Otto, Annakn, 1870, 
IS4. 93. 

Bromine or 
iodine. 

Two atoms of 
halogen in al- 
cohol or eSa- 

Phenylmercuric bromide or 
iodide, bromo- or iodo- 
benzene. 

do. 

Bromine or 
iodine. 

Pour atoms of 
halogen. 

Phenyl haloid, mercuric 
salt. 

do. 

Free thiocyano- 
gen, (SCNla. 

Ether solution. 

Phenylmercuric thiocyanate. 

Soderback, AnnaleUf 1919, 419, 
266. 

Hydrogen chlor- 
ide, bromide, 
or iodide. 

• • 

Benzene, mercuric salt. 

Dreher and Otto, he. cit. 


^ Pesci, Gazzetta, 1909, 39, (i.), 147. 

^ Wurtz, Gompt. rend.t 1869, 68, 1298. 

3 Steinkopf, Bielenberg, and Jensen, Anmkn, 1923, 430, 71. 
* Purvis and M'Cleland, Tra7is. Chmi, Soc., 1912, loi, 1514. 
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Reactions of Mercury Diphenyl— continued. 


Reacting Sub- 
stance. 

Conditions of 
Reaction. 

Resulting Products. 

References. 

Cone, hydriodic 


Phonylmcrcuric iodide. 

Breher and Otto, loc. cU. 

acid. 


Ruining nitric 


Carbon, benzene, nitroben- 

Brelier and Otto, Bar., 18G9, 2, 

acid. 


zene, mercuric nitrate. 

542; Otto, ./. pm It Chevi., 
1870, [21, I, 179. 

tUacial acetic 

Boil. 

J^iienylniercuric acetate , 

Otto, he. at. ; Brelier and Otto, 

acid. 


benzene. 

Anmkn, 1870, 154 , 93. 

Ronnie, pi’oju- 
onic, or niyris- 
tic acids. 

Bull. 

PJicnylmerciuio salts, ben- 
zene. 

Breher and Otto, loc. at. 




Hypocliluroiis 


Same results as clilorine. 

do. 

acid. 




Mercuric clilor- 

AcetoiK' or alco- 

Phenylmei'curic cliloride. 

Steinko 2 if, Annahn, 1917, 413 , 

ido. 

liol solution. 

310 , Otto, he. cit 

Mercurous chlor- 

In alcohol at 

PJionylmercuric chloride. 

Otto, loc. at. 

ide. 

160° C. 

metallic mercury. 


Mercuric cyanide 
or thiocyanate. 

Alcoholic solution 
at 120 °. 

Phcnylmcrcurio salts. 

do. 

Mercuric acetate. 

( 1 ) Alcoholic sol- 
ution at 
120° C. for 

1 hour. 

Phenylmercurio acetate. 

do. 


( 2 ) Without a 

1-4-Diacctoxymercuri ben- 

Pesci, Aiti. li. Accad. Liwei, 
(5), 8, i, 130 ; Chem. Zentr., 


solvent at 

zene, 1 2 4-tnacctoxy- and 


150° C., 
and excess 
of acetate. 

l-2*4*5-tetra-acetoxymorcuri 

benzenes. 

1899, i. 734. 

Mercuric oxide. 

Scaled tube at 
180° C. 

Phenylmercuric oxide. 

Otto, he. at. 

Oxides of nitro- 



Bamberger, Ber., 1897, 30 , 506. 

gen 




N 2 O 3 . 


Phenylnicrcuric nitrate, ben- 
zene diazonium nitrate. 


N, 0 ,. 

•• 

I’hcnylmcrcuric nitrate, 
nitrosobenzcne. 


N-Bromoacct- 

Dry benzene solu- 

Phcnylmcrcunc bromide, 

Kharascli, J. Amer, Ghm, /S'oe., 

amidc. 

tion. 

methyl isocyanate. 

1921, 43 , 1888. 

N-Bromobenz- 

do. 

Phenylnicrcuric bromide. 


amidc. 




m-Nitro-N-broino- 

do. 

m-Nitrocarbanilide. 


bcnzamido. 




Bo. 0 - and p-mtro 

do. 



compounds. 




Sulphur. 

Alcoholic solu- 

Diphenylsulphide, mercuric 

Breher and Otto, Ber., 1869, 2 , 

tion at U0° C. 

sulpMde. 

542. 
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Reactions of Mercury Diphenyl — conlinucd. 


Koactmg Sub- 
stance. 

Conditions of 
Reaction. 

Resultmg Products. 

RlCFJOUliHOES. 

Tliionyl chloride. 

Heat. 

Phenylmercui’ic chlorido. 

Hcumaim .ukI KocIiIjii, IJcr 
1883, i6, 1C25. 

Benzene sulphon- 
ic chloride. 
Toluene sulplion- 
ic chloride {p). 

Benzene solution 
at 160'’ C. 
Benzene solu- 
tion at 120 ° C. 

Plienylmercuric chloride, di- 
plienyl sulphonc. 
p-Tolylmercuric chloride, 
phcnyl-tolyl sulphonc. 

Otto, Her.. 1885, 19 , 210. 

Sulphur tnoxide. 


Mercury benzene suliihon- 
atc. 

Otto, •/. piukt Vlivni., 1S70, I 
[2|, I7it. 

Allyl iodide. 


Phcnylmercuric iodide, cli- 
allyl, diphenyl. 

Muida, lUouutfth., 188(1, i, 715, 

Ethylene di- 
bromide. 

•• 

i)i benzyl, mci’curic bromide. 

Brelicr and Uito, lor. cil. 

Bcnzal clilurido. 

At 150° C. 

Plienylmercuric cliloride, tri- 
phenylmethane. 

Kckule and Erancliuiiont, lk\\ 
1872, 5, 1)06. 

Phenyl iodo di- 
chloride. 

Aqueous solu- 
tion. 

Plienylmercuric chloride, di- 
phenyl iodonium chloride. 

Willftorodt, Ikr., 1808, 31 , 01 .''). 

liitliium, sodium, 
potassium. 
Copper. 


Mercury, diphenyl. 

BreJier and Otl«), hr, nt. 

Magnesium. 

•• 

Magnesium diidicii}!. 

Hilpertand (liuttner, lin.. 

46 , 1675; Fleck, Ainiulni 
J803, 276 , 138. 

%mc. 

Boil for two 
minutes in hy- 
drogen atmo- 
sphere. 

Zinc diphenyl. 

Hilpert and CiiittiKM’, lor. nl. 
Urchcr and Otto, lor. n(. 

Cadmium. 

In hydrogen 
atmosphere. 

Cadmium diphenyl. 

Hilpert and (iruttiau*, hr. cit. 

Boron inclilur- 
ide. 

At 180'’-200° C. 
for several 
hours. 

i Phenyl boron chloride, mer- 
curic cldoridc. 

Micliaclis, Her , J 880, 22 , 24 1 . 

Phenyl boron 
chloride. 

At 300°-320° 0. 
for 24 hours. 

Biphenyl boron chloride. 

Michaelis, Ihr., 1801, 27 , 244. 

Aluminium. 

At 140° C. for 
10-15 seconds 
in hydrogen or 
nitrogen atmo- 
sphere. 

Aluminium trijihenyi, meu’- 
cury, aluminium amal- 
gam. 

Hilpertand (n’mitnor, JJrr., J 012 
45 , 2828. 

indium trichlor- 
ide. 


Indium diphenyl chloride, 

(Joddard and f^oddurd, unpub 
lishod. 

Thallic chloride. 

Ether or benzene 
solution, 

Thallium diphenyl chloride, 
phenylmercuric chloride. 

Ooddard, Ttan.'^. Chain. iS'oc. 
1922, 121 , 40, 
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Reactions of Mercury Diphenyl— 


Reufitin^ 8 iib- 
siaiinc'. 

Conditions of 
Reaction. 

Resulting Pi-oducts. 

RT21<'EKHN(‘RS. 

Zifconiiim totra- 
(thloricle 

Aqueous solu- 
tion. 

ZrOOlg, 2?hHgCl, benzene. 

Peters, JSer., 1908, 41 , 3173 ; see 
Anmhn, 1894, 282 , 320. 

Silicon tetra- 
chloride. 

At 300° C 

Plienylmercuric chloride, 
phenyl silicon trichloride. 

Ladenbiirg, Annalen, 1874, 173 , 
152. 

Stannic chloride. 

•• 

Plienylmercuric chloride, tin 
diphenyl dichlonde. 

Aronheim, Anmlen, 1878, 194 , 
148. 

Phosphurns tri- 
chloiide. 

H('at at mf C. 

Phenylmereiiric clih >ride, 

phosphenyl ehlorkhi. 

Scliwarze, J. frail Chm,, 1874, 
10 , ( 2 ), 222 ; Michaelis and 
Craelf, Ber., 1875, 8 , 922; 
IVIichaelis, A'nvak^i, 1876, 181 
290. 

Arsenic trichlor- 
ide (2 mols.). 
Arsenic trichhir- 
ide (1 mol.). 

Heat at 250° C. 

Heat at 210° 0. 
for several 
hours. 

Phenyl dicliloro-arsinc, mer- 
curic chloride. 

Diphenyl chloro-arsinc, mer- 
curic chloride. 

LaCoste and Micliaplis, Anmlen, 
1880. 201 , 190 

Phenyl dicliloro- 
arsine (1 mol). 
Phenyl dichloro- 
jirsine (2 mok). 

. . 

Biphenyl chloro-arsine. 

Biphenyl chloro-arsine, mer- 
curic chloride. 

Michaelis and Link, Annahii, 
1881, 207 , 195. 

do. 

Antimony tri- 
chloride. 

Xylene solution 
at 130° 0. 

Triphenylstibine dicliloride, 
Diphenylstibine trichlorides 

Hasenbaiimer, Ber., 1898, 31 , 
2911. 

Bismuth. 

Heat for 10 min- 
utes at 250'’ C. 
in hydrogen 
atmosphere. 

Triplienylbismiithiiie. 

Hilpert and (truttner, Ber,, 1913, 
46 , 1675. 

Bismuth tri- 
In'omidc. 

l^iy ether solu- 
tion. 

Triphenylhismuthinc. 

Challenger and Allpress, Trans, 
Glim. Hoc.y 1921, 1 19 , 913. 

Selenium, 

•• 

Selenium diphenyl, selenium 
amalgam. 

Kraiitand Lyons, Btr.^ 1894, 27 , 
1768. ‘ 

Tellurium. 


Tellurium diphenyl, tel- 
lurium amalgam. 

do. 

Tellurium di- 
chloride. 

•* 

Chlorobenzene, tellurium 
amalgam. 

do. 

Acetyl chloride. 

With or without 
henzene. 

Plienylmercuric chloride, 
acetophenone. 

Calvory, J. Anm. dim. Boc., 
1926, 48 , 1009. 

Benzoyl chlorid(‘. 

do. 

Phenylmercuric chloride, 
benzophenone. 

do. 

Ethyl chloro- 
1 ‘ormate. 

do. 

Phenylmercuric ehlorido, 
benzophenone. 

do. 
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Mercury 2 : 4 : 6 : 2' : 4' : 6'-hexanitrodiphenyl, M.pt. 272*^ C., is 
formed when mercuric 2:4: 6-trinitrobenzoate is heated to 180° C. 
When heated with alcoholic mercuric chloride it is converted into :? : 1 . G~ 
ii iniiroi^henijlmercuric chloride,^ 

Phenylmercury 2 :4 :6-trinitrophenyl,M.pt. 227-5° C., is obtained 
by heating phenylmercuric trinitroben/oate in a vacuum at 222° C. It 
is decomposed by hydrogen chloride, yielding bciv/ene and 2 : 4 : 0- 
trinitrophenylmercuric chloride/^ 

Mercury di-p-chlorophenyl.® — Five grams of ])-chlorophcnyl- 
mercuric chloride, 6-5 grams of copper and 35 c.c. oi ])yridine are 
allowed to stand for a day, then the mixture is saturated with carbon 
dioxide. An 81 per cent, yield, or 2 5 grams, of the mercury compound 
is obtained. It crystallises from hot acetone in white needles, M.pt. 
242° to 213° C., readily soluble m pyridine, less soluble in warm chloro- 
form or ether. 

Mercury di-p-bromophenyl forms white needles, M.])t. 21-4° to 
245° C., obtained in 92 per cent, yield. It is very soluble in jiyridinc, 
sparingly in cold acetone or ether. 

Mercury di-o-nitrophenyl occurs in pale yellow needles, M.pt. 
200° to 207° C., easily soluble in p 3 Tidine, hot acetone, and carbon 
disulphide, sparingly in carbon tetrachloride. Yield 02 ])cr cent. 
When boiled with concentrated hydrochloric acid nitrobeii'/enc is 
split off. 


Tolyl Compounds. 

Mercury di-o-tolyl may be prepared by the sodium amalgam 
method (see mercury diphenyl, Method 5). In tliis case 8 ))cr cent, 
amalgam is used, and the yield is about 33 per cent.^ The compound 
forms quadratic crystals from benzene, M.})t. 108° C. ; B.pt. 219° C. at 
14 mm. The reactions of mercury di-o-tolyl with tlic triclilorides oi* 
boron, phosphorus, and arsenic, also with nitrogen tri- and tctr-oxidcs, 
are similar to those described under mercury diphenyl (p. 74). 

Mercury di-m-tolyl is prepared from m-bromotoliienc using 30 per 
cent, sodium amalgam. From ethyl acetate it forms colourless needles, 
M.pt. 102° C., soluble in benzene, chloroform, or acetone, less soluble in 
alcohol or ether. Heated with phosphorus trichloride for twelve Jioiirs 
at 200° C. it yields m-tolyldichlorophosphine. 

Mercury di-p -tolyl is best prepared according to the descri])tion of 
Whitmore as follows Forty grams of pure p-tolylmercuric chloridt‘, 
70 grams of sodium iodide (75 per cent, excess), 300 c.c. of 95 per cent, 
alcohol, are boiled for fifteen hours, the whole being vigorously stirred. 
After cooling and filtering the precipitate is washed with water until the 
washings no longer react with hydrogen sulphide. The product may 
be further purified if necessary by recrystallisation from xylene. Yield 

^ Kharasch, J. Amer. Chem. JSoc,, 1921, 43 , 2238. 

2 Kharasch and Grafflin, J, Amer. Chem. Soc., 1925, 47 , 1948. 

® Hein, Wagler, and Retter, Ber., 1925, 58 , 1499. 

^ Michaelis, Ren, 1896, 28 , 689 ; Annalen, 1 896, 293 , 303. 

5 Whitmore, Hamilton, and Thurman, J. Amer. Chem. Soc., 1923, 45 , 1066 : Peters. 
Ber., 1905, 38 , 2567. 
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of pure product, 80 per cent. The reaction takes places according to the 
equation : 

2RHgCl Nal =R 2 Hg +2NaCl +Na 2 HgI^ 

The compound may also be prepared from p-bromotoluene and 
sodium amali>’am, ^ 

The pure compound crystallises in needles, M.pt. 238° C., which are 
soluble m benzene, xylene, or chloroform, less soluble in alcohol and 
insoluble in water. Mercury di-p-tolyl gives the same type of products 
as mercury di])Iicnyl (sec table, p. 74) when it reacts mth haloo'ens 
halogen acids, mercuric chloride, boron or arsenic trichlorides, phos- 
phorus trichloride,'^ silicon tetrachloride, nitrogen tri- and tetr-oxides ® 
sulphur, selenium, and tclluniim.^ 

Treatment with concentrated nitric acid does not yield the hydro- 
carbon as with mercury di])hen 3 d, but nitrotoliienes, and alkaline perman- 
ganate yields the tolylmereuric hydroxide, the presence of the latter 
being shown by changing it to the chloride. p-Toliiene sulphonic iodide 
boiled with mercury di-p-tolyl in carbon tetrachloride solution yields 
tolylmereuric iodide, mercuric iodide, and totyl sulphone, whilst the 
corresiionding sulphonic chloride does not react under the same con- 
ditions.^ (See p. 76.) 

p -T olylmercury 2:4:6 -trinitrophenyl, M.pt. 203^ C., is prepared 
in a siiiiilai’ manner to the phenyl compound from p-tolylmercuric 
trinitrobetizoate.^ 


Benzyl Compounds. 

Tlic production of mercury dibenzyl appears to have been a matter of 
considerable dilllculty Attempts to prepare it by the amalgam method 
failed, and the first successful preparation was made by use of Grio-nard’s 
reaction. 

Pope and Gibson ® prepared mercury dibenzyl by the interaction of 
benzyl magnesium cliloride and mercuric chloride in dry ether. This 
method was improved by Wolff, ^ and Jones and Werner/^ the latter 
investigators obtaining a greatly increased yield by substituting benzyl- 
mercuric chloride for mercuric cliloride ; 3*8 grams of magnesium, 20 
grams of benzyl cliloride, and 35 grams of benzyl mercuric chloride, 
giving 40 grams of mercury dibenzyl. Another method has recently 
been described in which benzyl chloride is treated with an excess of 
magnesium dust, the liquid decanted off and mercuric chloride added to 
the solution. This mixture is boiled and shaken, then treated with 
dilute acetic acid and extracted with ether, from which the product 
crystallises.^^ 

1 Ladonburg, Anmlen, 1874, 173, 1C2 ; Zeiser, Ber„ 1895, 28, 1670. 

- Michaelis, Annalen, 1896, 293, 292, 

^ Kunz, Ber,, 1898, 31, 1628. 

^ Zeiser, Ber., 1895, 28, 1070, 

® Whitmore and Thurman, J. Amer. Chem, Soc., 1923, 45, 1068, 

® Kliaraseh and Grafflin, J, Amer, Chein. hoc., 1925, 47, 1948. 

^ Campisi, CompL rend., 1865, 61, 861 ; Wurtz, Compt, rend,, 1869, 68, 1300 ; Dreher 
and Otto, AmiaUnf 1870, 154, 176. 

® Pope and Gibson, Tram, Chem, Boo., 1912, loi, 735. 

® Wolff, Per., 1913, 46, 64. 

Jones and Werner, J. Amer, Ghem. Boo., 1918, 40, 1257. 

Baniis. Anal. Fid. Qaim,, 1922, 20, 667. 
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Mercury dibenzyl may also be obtained in 75 per cent, yield by the 
action of copper on a pyridine solution of benzyhnerciirio cliloricle in the 
absence of air,^ 

Mercury dibenzyl crystallises in thin, lustrous, doubly refract in o- 
plates, readily soluble in chloroform or carbon tetrachloride, less soluble 
in benzene, ethyl acetate, or alcohol, and insoluble in ether or light 
petroleum. It is not decomposed when boiled with water, and gives no 
absorption bands. ^ When heated with glacial acetic acid in a sealed tube 
for seven hours at 160° to 170° C. it yields mercury, toluene, benzyl 
acetate, and dibenzyl.® 

Mercury 2:4:2': 4'-tetramtrodibenzyl, (C6H3(N02)2.CH2)2lIg, 
is obtained by heating mercuric 2-4-dinitrophenylacetatc to 180° C. 
It melts at 285° C., and when heated in the dry state yields tetranitrocli- 
benzy].'^ 

Xylyl Compounds. 

Mercury di-o-xylyl crystallises in long needles, ]\l.])t. 150° G., 
easily soluble in benzene, chloroform, or carbon disulphide, less soluble 
in ether or alcohol. It has never been prepared by any direct means, 
])ut was isolated as a by-product by the interaction of mouobromo-o- 
xylol, CHg : CHg : Br==l : 2 : 4, sodium amalgam, and ehloroformie 
ester. ^ 

Mercury di-m -xylyl is prepared by the addition of 150 grams of 
l-3*4-bromoxylene to 2 per cent, sodium amalgam and the mixture then 
heated for twelve hours at 140° to 150° C. The compound crystallises 
in fine needles, M.pt. 169° to 170° C., difficultly soluble in alcohol or cold 
ether, readily soluble in hot benzene. It is decomposed by Iiot hydro- 
chloric acid into the hydrocarbon and mercuric chloride. Heated with 
phosphorous trichloride at 230° C. it yields m-xylylmereurie chloride and 
m-xylyldichlorophosphine, whilst arsenic trichloride gives m-xylyl- 
dichloro-arsine.^ 

Mercury di-p -xylyl is formed under similar conditions to the ortho- 
comiDound. It crystallises in prisms, M.pt. 123° C., and undergoes the 
same reactions as the meta derivative. 

Higher Benzene Homologues. 

Mercury dimesityl forms glistening silver needles, M.pt. 230° U., 
fairly soluble in benzene, less soluble in alcohol. Yield small.’ 

Mercury dipseudocumyl occurs as white prisms, M.pt. 189° (!., 
and is less soluble in alcohol than the mesityl compound and not de- 
composed on prolonged heating vAth concentrated hydrochloric a(*i(l. 
It may be prepared in the usual way, using 1-5 per cent, amalgam.® 

Mercury dipentamethylphenyl, (C 6 Me 5 ) 2 Hg, has been isolated 
from the interaction of sodium amalgam, bromopentamethyl benzene, 
and ehloroformie ester, as small prisms, M.pt. 266° C. It distils at higln^r 

^ Hein, Wagler, and Retter, Ber., 1925, 58, [B], 1507. 

^ Purvis and MDleland, TraTis, Ghem. Soc., 1912, loi, 1514. 

^ Jones and Werner, J. Am&r, Chem. Soc., 1918, 40, 1257. 

^ Kharasoh, J. Amer, Ghem, 80 c., 1921, 43, 2238, 

5 Jacobson, Pen, 1884, 17, 2372. 

® Weller, Ber., 1887, 20, 1718 ; Miohaelis, Amnlen, 1902, 320, 330. 

’ Miohaelis, Ber., 1895, 28, 588. 

® Michaelis, ibid. 
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temperatures with partial decomposition and is easily solii]:^]e in hot 
xylene, less soluble in (*ther, and insoluble in alcohol.^ 

Mercury dicumyl yields white needles, M.])t. 184"^ C., solnlde m 
alcohol, ether, ehloroibrm, ])enzene, or xylene. It has a eliaraeteristie 
smell and is easily decomposed when heated with hydrochloric acid.^ 

Cyclohexyl Compounds.® 

Mercury dicyclohexyl. — This compound proved more difiicult to 
isolate than the phenyl derivative, but has been obtained by the action of 
mercuric bromide on a large excess of magnesium cyclohexyl bromide. 
It is much less stable than mercury diphenyl, decomposing even in a few 
hours to a black oil when kept over phosphorus pentoxide in the dark in 
a vacuum desiccator. Mercury dicyelohexyl forms white, hard grannies, 
M.pt. 78° to 79° C., which are more soluble than mercury diphenyl, and 
combines directly with mercuric halides or cyanide in any solvent 
to form cyclohexylmercuric salts. It has also been prepared by the 
sodium amalgam method, when it is said to form white needles, M.pt. 
189° C., which can be sublimed in small quantities in vacuo.^ 

Mercury di-4-methylcyclohexyl is a colourless liquid, density 
1 -450 at 21 ° C., and cannot be distilled without decomposition. 


Diphenyl Derivatives.^ 

Mercury bis-diphenyl, — Treatment of m-bromo- 

diphenyl with sodium amalgam in the usual way gives a yield of 10 per 
cent, of tlic above product. It crystallises from benzene in small scales, 
which melt at about 216° C. and are almost insoluble in the usual 
solvents. Concentrated hydrochloric acid on prolonged boiling docs not 
decompose the compound, and its halogen derivatives are only formed 
when it is heated in sealed tubes with mercuric halides. They are white 
crystalline powders, melting above 325° C. 

Dimercury bis -diphenyl. — ^Hg{C6H4— C6H4)2Hg is the formula 
given to a body obtained when the above bromodipheiiyl is replaced 
by (libromodiphenyl. Its composition appears to be doubtful. 


Naphthyl Derivatives. 

Mercury di-a-naphthyl,(CioH7)2Hg.®—Bromonaphthaleneismixed 

with several times its volume of hydrocarbons, B.pt. 120 to 140 C., one- 
tenth of its volume of ethyl acetate, and the whole treated with a slight 
excess of 4 per cent, sodium amalgam. After boiling for eighteen hours 
the mixture is filtered hot, mercury dinaphthyl appearing in white, 
glistening, microscopic, rhombic columns on cooling. It has been more 
recently prepared by treating a-naphthylmercuric bromide in pyridine 
solution with copper.*^ The crystals, which melt at 243° C., are easily 
soluble in hot carbon bisulphide or chloroform, and may be reprecipi- 


^ Jacobson, Ber.^ 1889, 22, 1215. 

2 Michaelis, Ber,, 1896, 28, 588 ; Schiff, ibid., 1877, lo, 1745. 


2 Griittner, Ber., 1914, 47, 1651. 

* Tiffeneau and Gannag6, Bull. Sci, Pliamiacol., 1921, 28, 7. 

2 Michaelis, Ber., 1895, 28, 592. 

e Otto and Mories, Annalen, 1868, 147, 164 ; Otto, Ammlen, 1870, I54» 188. 
’ Hein, Wagler, and Retter, Ber , 1925, 58, [B], 1507. 
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tated by alcohol or ether, also slightly soluble in benzene, insoluble in 
water. 

When heated with concentrated halogen acids, naphthalene, nierciiry, 
and halogen halides are formed, but 15 per cent, aqueous hydrocyanic 
acid has no effect, even on prolonged heating. Dilute nitric acid decom- 
poses mercury di-a-naphthyl, forming naphthalene, and fuming nitric acid 
gives nitronaphthalenes. Concentrated sulphuric acid yields nicrcuric 
sulphate and naphthalene sulphonic acid, whilst glacial acetic acid gives 
a-naphthylmerciiric acetate and naphthalene. A solution of mercury di-a- 
iiaphthyl in acetone when boiled with mercuric chloride is converted 
to a-naphthylmercuric chloride.^ Mercuric iodide when heated lor one 
hour with mercury di-a-naphthyl in a sealed tube at 150° C. in alcoholic 
solution gives a-naphthylmercuric iodide. Mercuric bromide acts in a 
similar manner to the chloride ^vhen the reaction is carried out in alcohol 
in a sealed tube at 120° to 130° C., and bromine also gives naphthyl 
mercuric bromide under the same conditions. Iodine in carbon bisul- 
phide yields the corresponding iodide, provided the halogen is not in 
excess, in the latter case the products are mercuric iodide and a-iodo- 
naphthalene. Arsenic trichloride reacts to form a-naphthyldichloro- 
arsine at high temperatures. ^ Nitrogen trioxidc yields a-naphthyl 
mercuric nitrate and a-najDhthyl diazonium nitrate, but nitrogen tetr- 
oxide yields no nitrate or diazonium compound. The following sub- 
stances gave no product with mercury di-a-naphthyl : zinc, co])]:)er, or 
tin, the reaction being carried out in carbon disulphide ; ethyl iodide ; 
alcoholic hydrogen sulphide ; sodium amalgam, the reaction being con- 
ducted in alcoholic solution. 

Mercury di-^S -naphthyl.® — ^-Bromonaphthalene in about three* 
times its weight of dry xylene is treated with 5 per cent, of its weight of 
pure ethyl acetate and a large excess of pasty sodium amalgam. The 
mixture is gently boiled for thirty hours, cooled, and a large excess of 
benzene added. After again boiling, the whole is filtered, wlicn 
mercury di-^-naphthyl crj^stallises out in glittering scales, M.pt. 238° C. 
Yield 30 to 35 per cent. The crystals are moderately soluble in boiling 
hydrocarbons, very slightly soluble in alcohol and ether, and insoluble 
in water. The compound is completely decomposed when warmed 
with concentrated mineral acids, forming mercuric salts and substituted 
naphthalenes. When distilled over soda lime it yields /3j8-dinaphthyl. 
When boiled for one hour with seven parts of arsenious chloride it gives 
jS-naphthylarsenious chloride.^ 

Thiophene Compounds. 

Mercury 2 : 2' -dithienyl,® 


s 


-Hg- 




\/ 

8 


This derivative has been prepared in several ways. 

1 Steinkopf, Anmhn, 1917, 413, 310. 

I 5 Michaelis and Schultze, ibid., 1882, 15, 1954. 

Jnohaelis, Ber., 1894, 27, 244 ; Chattaway, Trans. Cliem. Soc., 1894, 615, 877 
^ Michaelis, Annalen, 1902, 320, 342. 

® Steinkopf and Bauermeister, Annalen, 1914, 403, 61. 
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1. Ten grams of 2-chloromerciiri thiopliene (p. 97) in 150 c.c. of hot 
xylene are treated with 2 grams of sodium and shaken for thirty minutes, 
then heated to boiling and filtered. From the filtrate 2-8 grains of 
mercury dithienyl are obtained on cooling. 

2. When 2-chloromercuri thiophene or iodide in acetone is treated 
with sodium iodide in the same solvent mercury dithienyl results.^ 

3. Mercury dithienyl may also be obtained in 90 ]ier cent, yield by 
the reduction of 2-chloromercuri thiophene in pyridine-sodium hydroxide 
solution by means of stannous chloride. ^ 

Mercury 2 : 2'-dithienyl crystallises from benzene in pure white 
cr3’'stals, M.pt. 198° to 199° C., insoluble in water, slightly soluble in hot 
alcohol, readily soluble in benzene or warm chloroform. When its 
acetone solution is treated with mercuric halides the corresponding 
2-halidemercuri tliiophenes are obtained. It reacts readily with arsenic 
trichloride, yielding trithicnylarsinc, dithienylchloroarsine, and tliienyl- 
dichloroarsine. 

Mercury 5 : 5'-dichloro-2 : 2' -dithienyl, 


Cil 


\/ 

s 


I I 

-Hg4^lci 

8 


is formed when an acetone solution of sodium iodide is added to 
2-chloromercuri 5-iodothiophenc in the same solvent. It crystallises 
from alcohol in glistening silver crystals, M.pt. 155° C., soluble in acetone 
or ethyl acetate, in warm benzene or chloroform, and with difficulty in 
li groin. 

The corresponding 5 : 5'-clihromo-compound forms white, matted 
crystals from benzene, M.pt. 183° C. It readily dissolves in warm 
benzene or chloroform, but is not very soluble in alcohol. 

The 5 ; 5' -di-iodo-derivative crystallises from a large bulk of hot 
xylene, in bright yellow needles, 244° to 245° C., only slightly soluble in 
the usual solvents. 

Mercury 5 : 5'-dimethyl-2 : 2'-dithienyl crystallises from alcohol 
in white needles, melting at 1 62° to 162-5° C.^ 

Mercury 5 :5'-di-n-propyl“2 : 2' -dithienyl yields silvcr^-cr^^stals, 
melting at 57° to 58° C. It is formed Troin 5-chloromercuri-2-ii-prop3d- 
thiophene by the action of a little more tlian 2 molecules of sodium 
iodide in acetone solution. The corrcs})onding di-isoatnyl compound 
forms shining crystals from alcohol, melting, not very sharply, at 55° to 
57° C. 

Mercury 5 : 5' -dibenzyl-2 : 2' -dithienyl.— Four grams of 5- 
chloromercuri-2-benzylthiophene in 250 c.c. of acetone are mixed with 
1-7 grams (2 mols.=l*G2 grams) of sodium thiocyanate in 30 c.c. of 
acetone. The addition of sodium chloride solution precipitates the 
body (2-3 grams). It is digested with water, dried, and recrystallised 
from xylene. It melts at 209° to 210° C., previously sintering ; is easily 
soluble in hot toluene, xylene, or pyridine, sparingly in warm benzene 
and insoluble in alcohol, acetone, or ethyl acetate. 

1 Steinkopf, Annalen, 1917, 413, 310. 

2 Steinkopf, ibid.^ 1923, 430, 71. 

3 Steinkopf, 1921, 424 , 40. 
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Mercury 3:4:3': 4'-tetramethyl-2 : 2' -dithienyl, 


Me, -.Me 


Me, 


Mo 


Hg- 


S 


is obtained from 2-iodomercuri-3 : 4-dimethyIthiophene in the usual way. 
It melts at 155° to 156° C. and has similar solubilities to the above 
compounds. 

Mercury 3:5:3': 5'-tetramethyI-2 : 2' -dithienyl crystallises 
from alcohol in silvery plates, M.pt. 160° to 161° C. 

Mercury 2:5:2'; 5'-tetramethyl-3 : 3'-dithienyl, 


rn r“i 

S S 


In order to prepare this derivative, sodium is added to a boiling solution 
of 3-cIiloromercuri-2 : 5-dimethylthioplierie in xylene and the solution 
filtered whilst hot. The product obtained on cooling is fractionally 
crystallised from benzene to remove any unchanged starting product. 
The dithienyl melts at 144° to 145° C. 

Mercury 2:5:2': 5'-tetraphenyl-3 : 3' -dithienyl is deposited 
in prismatic needles from xylene, M.pt. 260° to 261° C. 

Mercury-5 : 5'-dichloromercuri-2 : 2' -dithienyl, ^ 


rn rr 

ClHgl^LHgJv^kgCl 


may be prepared as follows : — 

Ten grams of 2 : 5-dichloromercuri thiophene in 50 grams of pyridine 
are heated in an oil-bath. At 70° to 75° C. a flocculent precipitate 
separates out, and the temperature is raised to 100° C. and maintained 
for thirty minutes. The product is not quite white, is insoluble in 
pyridine and the usual solvents, and remains unmelted at 325° C. 

A second method of preparation consists in suspending dimercury 
2 : 2' : 5 : 5'-dithienyIene in pyridine and treating with mercuric chloride 
in the same solvent. Yield 85 per cent. 

Dimercury 2 : 2' : 5 : S'-dithienylene, 


CH=C ^Hg C-CH 

I > < I 

CH=C ^Hg C=CH 

is obtained when 1 gram of 2 : S-dichloromercuri thiophene in 100 c.c. of 
pyridine is treated with 0-75 gram (2 mols.) of sodium iodide in 80 c.c. 
of pyridine. A yield of 0-37 gram (72 per cent.) of substance is 
obtained. When 4 mols. of sodium iodide are used only a 50 per cent, 
yield is obtained, and with 2 mols. of sodium thiocyanate only a 24-5 

* Steinkopf, Bielenbeig, and Jensen, Annalen, 1923, 430, 71. 
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per cent, yield. The body is halogen-free, non-crystalline, and in- 
soluble ill pyridine and all the usual solvents. It does not melt at 
330^ C. 

Dimercury 3 : 3' (or 4')-diethyl-2 : 2 ' :5 : 5'-dithienylene, 


CEt -C Hg C -ClI CEt =C llg C -CEt 


> 

CH -=C Hg 


< 


or 


-C=CEt 


CH =C- 


> 


< 

-Hg C=CH 


2:d-Dichloromercuri-3-etliyltluop]icne (2-75 grams) is dissolved in 275 o.c, 
of pyridine, and with rapid stirring, S-l grams (4 mols.) of sodium 
iodide in 300 c.c. of pyridine added, the stirring being maintained for 
five and a half hours. Yield 1-48 grams, that is 97 per cent. The 
product is a yellow powder, blackening at 250® C. and decomposing at 
300° to 315° C., and is insoluble in the usual solvents. When treated 
with 2 mols. of mercuric chloride in pyridine solution at 35° to 45° C. it is 
converted into 2 : S-dichloromercuri-S-ethylthiophene.^ 

Dimercury 3:4:3': 4'-tetramethyl-2 : 2' : 5 : 5'-dithienylene, 


CMe=C ^Hg=CMe 

I > <1 

CMe=C ^Hg=CMe 


Three grams of 2 : 5 dichloromercuri-3 : 4-dimethyIthiophene and 8'8 
grams (4 mols.) of sodium iodide in 300 c.c. of pyridine are stirred for 
two hours. The precipitate is insoluble in all solvents and blackens at 
310° C. Yield 1'58 grams {96 per cent.). 


Compounds op the Type RHgR'. 

Mercury ethyl phenyl — Phenyl magnesium bromide (23 grams) 
in absolute ether is treated with ethyl mercuric chloride (9‘5 grams) in 
small portions. After boiling gently, the mixture is allowed to stand 
for one hour, and then decomposed with 1 per cent, sulphuric acid. 
The ethereal solution is separated, dried, and evaporated at 40° C. in 
vacuo, when the compound is obtained as an oil. It is fairly soluble in 
organic solvents, and when kept for several months decomposes into 
mercury diethyl and mercury diphenyl. 

Mercury ethyl benzyl is prepared from ethyl magnesium bromide 
and benzylmercuric chloride. It is an oil, decomposing on long keeping 
into mercury diethyl and mercury dibenzyl. When treated with thallic 
chloride it yields thallous chloride, ethylmercuric chloride, benzyl- 
mercuric chloride, and benzaldehyde.® 

Mercury phenyl benzyl. — To 32 grams of phenyl magnesium 
bromide (4 mols.) in dry ether, 10-5 grams of finely powdered benzyl- 
mercuric chloride are added in small portions, and the mixture worked 
up as above. A faint yellow oil is obtained, which is freed from 

1 The use of 4 mols. of mercuric chloride gives the same product. 

® Hilpert and Gruttner, Ren, 1915, 48, 906. 

® Goddard, Trans, Chem, Soc,^ 1923, 123, 1168. 
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impurity by shaking with five times its volume of cold absolute alcohol, 
and then poured into 200 c.c. of boiling alcohol, and the whole strongly 
cooled. The oil separates out, and is treated several times with alcohol 
as above, and finally dried in vacuo over phosphorus pentoxide at 35° C. 
It is slightly soluble in water or cold alcohol, easily in hot alcohol, 
and miscible with ether, petroleum ether, benzene, and its homologues. 
At 80° C. it is rapidly decomposed to mercury, dibenzyl, and 
mercury dibenzyl, whilst at ordinary temperatures it slowly changes 
to mercury diphenyl and mercury dibenzyl. \yith faintly acid or 
neutral solu1:ions of silver nitrate it gives a precipitate imrnediately, 
the latter containing no halogen, and when the mixture is boiled silver 
separates. 

Mercury o-tolyl benzyl is a colourless oil, from o-tolyl magnesium 
bromide and benzylmercuric bromide. It absorbs iodine, yielding 
benzyl mercuric iodide, and when heated at 80° C. for several hours it 
decomposes into mercury, dibenzyl, and mercury di-o-tolyl. 

Mercury phenyl thienyl, ^ 


a 


-Hg. 


11 
I I 
\/ 


To 7'4 grams of thienyl magnesium bromide in 50 c.c. of ether, 10 grams 
of phenylmercuric chloride are added in small portions, and a lively 
reaction ensues giving a clear solution. After completion of the re- 
action the mass is decomposed with 1 per cent, hydrochloric acid and 
extracted with ether. From the latter solution 7 grams of faint yellow 
product are obtained, which on crystallisation from alcohol gives silver- 
grey plates. Repeated crystallisations give crystals, melting at 163° to 
165° C. 

Mercury phenyl -p-tolyl.^ — Kliarasch and Marker have recently 
criticised the preparation of these asymmetrical compounds as practised 
by Hilpert and Griittner, on the grounds that the difficulty of obtaining 
the compounds was due to their use of too large an excess of Grignard 
reagent, and not controlling the temperature sufficiently. Their modi- 
lication of Hilpert and Griittner’s method is illustrated by applying it 
to the preparation of mercury phenyl -p-tolyl, carried out as follows : 
To two molecular equivalents of phenyl magnesium bromide in dry 
ether, one molecular equivalent of finely powdered p-tolylmercuric 
chloride is added in small portions, with constant shaking. The tempera- 
ture is maintained at 5° C., the shaking continued until all the p-tolyl 
mercuric chloride dissolves, and the mass decomposed with 0-1 per cent, 
sulphuric acid, the temperature during the latter operation being kept 
below 10° C. The product is extracted with ether, the solution dried 
over anhydrous sodium sulphate, and the solvent removed in vacuo. 
The residue is then washed five times with alcohol and again dried 
in vacuo. 

This method is used to prepare the derivatives shown in the following 
table, and the results of decomposing them with alcoholic hydrogen 
chloride and alcoholic mercuric chloride are given : — 

^ Steinkopf, Annakn, 1923 , 430, 70 . 

® JKJiarasoli and Marker, J, Amer, Gheyn. iS^oc., 1926 , 48, 3130 . 
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Compound. 

Products obtained by Decomposition of the Compounds with 

(1) Alcoholic mercuric chloride. 

(2) Alcoholic hydrogen 
chloride. 

Mercury methyl phenyl. (Liq.) 
Mercury methyl benzyl. (Liq.) 
Mercury methyl butyl. (Liq.) 
Mercury methyl cyclohexyl. (Liq.) 
Mercury methyl mesityl. (Solid.) 
Mercury ethyl naphthyl. (Liq.) 
Mercury ethyl benzyl. (Liq.) 

Mercury propyl butyl. (Liq.) 
Mercury butyl isoamyl. 

Mercury butyl phenyl. (Liq.) 
Mercury phenyl cyclohexyl. (Solid.) 
Mercury phenyl naphthyl. (Solid.) 
Mercury phenyl o-anisyl. (Solid.) 
Mercury phenyl mesityl. (Solid.) 
Mercury phenyl p-tolyl. (Solid.) 

C,Hs.HgCl+CH3.Hga 

C,H..CH..HgCH-CH3.Hga. 

C4H,.Hga+C®a.HgCl. 

C,H„.Hga+CH3.Hga 

(CH,),.CeH5.Hga+CH5.Hga 

Ci«H,.Hg(2H-CaH5.HgCl. 

C.H5.CH..Hga+C.H..Hga 

C,H,.Hga+C4Ht.Hga. 

C4H,.Hga+OjH„.HgCl. 

C4H,.Hga+C,H4.HgCl. 

C,Hu.HgCH-CeH,.HgCl. 

C„H,.Hga+C4H5.Hga. 

o.04H4(OCH,).Hga+CeH5.HgCi 

(CH3)s.C.H4.Hga+C4H5.HgCL 

CH3.C,H4.Hga+C,H4.Hga 

CH,.Hga. 

C4H3.cH3.Hga 

C4H,.Hga 

C.Hii.Hga 

CH3.Hga. 

CsHs.Hga+Oi„H,. 

CeH5.CH2.HgCH-C2H5. 

HgCl. 

C3H,.HgCl+CA.HgCl. 

CA.Hgcn-c 5 Hn.Hgcl. 

CA.HgCl. 

CgHn.HgG. 

C5H5.HgCH-OioH8. 

CBH5.HgCl. 

C8H5.HgCl. 

CeH5.Hga 


Compounds of the Type RHgX. 

Phenylmercuric Compounds. 

Phenylmercuric chloride, CgHgHgCl.— This substance is obtained 
in several ways : 

1. A 94 per cent, yield may be obtained from mercury diphenyl 
under the following conditions : 2*5 grams of the latter substance in 
25 c.c. of acetone are treated with 1*95 grams of mercuric chloride in 10 c.c. 
of acetone, Avhen phenylmercuric chloride (3-7 grams) is immediately 
precipitated. A further 0*5 gram may be recovered from the filtrate by 
the addition of water. ^ A similar reaction takes place in alcohol. 

2. A large number of substances react with mercury diphenyl, 
giving phenylmercuric chloride as one of the products of reaction, the 
yield in some cases being very small. The following list gives the most 
important of these reagents : — 

Dry chlorine gas,^ hypochlorous acid,® thallic chloride,® silicon 
tetrachloride,^ stannic chloride,® zirconium tetrachloride,® phosphorus 
trichloride,^ mercurous chloride,® thionyl cliloride,® benzene sulphonic 
chloride,^® benzal chloride, phenyl iododichloride.^® 


1 Steinkopf, Anmlen, 1917, 413, 329. 

® Dreher and Otto, AnmUn, 1870, 154, 93. 

3 Goddard, Trans, GUm, Soc., 1922, 121, 40. 

* Ladenburg, Annakn, 1874, 173, 152. 

5 Aronbeim, AnnaleUy 1878, 194, 148. 

« Peters, Ber., 1908, 41, 3173. 

’ Sohwarze, J, praM, Ghem., 1874, 10, [2], 222 j 
922 ; Miohaelis, Annakn, 1876, 181, 290. 

® Otto, J, praU, Ghem,y 1870, i, [2], 179. 

® Heumann and Kochlfii, Ber., 1883, 16, 1625. 

10 Otto, Ber„ 1885, 18, 246. 

Kekul5 and PVanchimont, Ber., 1872, 5, 906. 
w Willgerodt, Ber., 1898, 31, 916. 


Miohaelis and Graeff, Ber., 1875, 8, 
» 
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8. From benzene.^ A mixture of 50 grams of mercuric acetate, 
50 c.c. of glacial acetic acid, and 100 c.c. of thiophene-free benzene is 
heated in a pressure flask for five hours at 100° C., then cooled, the 
residue filtered off and washed several times with benzene. The filtrate 
which contains the acetate is evaporated down and treated with alcoholic 
calcium chloride solution, when the chloride is precipitated. This is 
filtered off and washed with hot water to remove any adhering calcium 
chloride. 

4. From benzene sulphinic acid.^ This acid in dilute alcohol is 
treated with an aqueous solution of mercuric chloride and the whole 
heated until the evolution of sulphur dioxide ceases. The solid product 
thus obtained is found to contain small quantities of phenylmercuric 
chloride. 

5. By heating phenyl boric acid with aqueous mercuric chloride 
solution.® 

6. By heating triphenylstibine with 3 mols. of mercuric chloride, 
when antimony trichloride and 3 mols. of phenylmercuric chloride 
are formed.^ 

7. Phenyhnercury 2:4: 6-trinitrophenyl is boiled with mercuric 
chloride in alcoholic solution, phenylmercuric chloride and trinitro- 
phenylmercuric chloride being formed.® 

Phenylmercuric chloride crystallises from a large quantity of hot 
benzene in satin plates, melting at 250° to 251° C., insoluble in water, 
and only slightly soluble in cold alcohol or benzene. It readily sublimes 
without decomposition on gently heating. 

Treatment with moist silver oxide gives a solution of the correspond- 
ing hydroxide ; dry silver oxide does not yield an oxide but decomposes 
tlie chloride with formation of mercury diphenyl, mercuric oxide, and 
silver chloride.® When an acetone solution of phenylmercuric chloride 
is treated with a similar solution of sodium iodide, phenylmercuric 
iodide is formed.^ Arsenic trichloride heated at 100° C. for four to five 
hours with the chloride yields phenyl dichloroarsine.® With phenyl 
iododichloride it yields mercuric chloride and diphenyl iodoniuni 
cliloride.® Ethyl mercaptan decomposes phenylmercuric chloride at 
150° C., yielding ethyl thio-mercuric cMoride, ClHg.SEt.^® 

Phenylmercuric bromide may be obtained from phenyl mag- 
nesium bromide and mercuric bromide in dry ether ; by the inter- 
action of mercury diphenyl and two atoms of bromine ; if four atoms 
of the halogen are used, bromobenzene and mercuric bromide result. 
When mercury diphenyl and mercuric bromide in alcoholic solution are 
heated at 120° C., and when ethylene dibromide and mercury diphenyl 
are heated at 200° C. this bromide is also formed. 

The bromide crystallises in a similar form to the chloride, and melts 

1 Boeder and Blasi, Ben, 1914, 47 , 2751, 

2 Peters, Ben, 1905, 38 , 2567. 

® Miohaelis and Becker, Ben, 1882, 15 , 182. 

* Mohaelis and Eeese, Annakn, 1886. 233 , 49. 

5 Kharasoh and Grafflin, J, Amer, Ghem, Soc,, 1925, 47 , 1948. 

® Otto, J. praU, Ghem.> 1870, i, [ 2 ], 184. 

^ Steinkopf, Anmhn, 1917, 413 , 329. 

® Boeder and Blasi, he. cit. 

® Willgerodt, B&r., 1898, 31 , 915. 

Sacks, Ben, 1920, 53 , 1737. 

Hilpert and Gruttner, Ben, 1913, 46 , 1686. 

Dreker and Otto, AnnaUn, 1870, 154 , 93 . 
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at 276^"' C. ; it resembles the chloride in its sohibilily and general pro- 
perties. An alcoholic solution of potassium sulphide on prolonged 
boiling with the bromide gives mercim^ dii^henyl. mercuric sulphide, and 
potassium bromide. 

Phenylmercuric iodide may be obtained as follows : — 

1. From phenylmercuric chloride and sodium iodide, tlic reaction 
being carried out in acetone. Yield 77*5 per cent,^ 

2. Mercury diphenyl in alcohol or carbon bisulphide is treated witli 
a solution of iodine in the same solvent.^ A similar result is obtained if 
mercuric iodide replaces the iodine and the whole is boiled. 

3. Phenylmercuric cyanide is decomposed by iodine, yielding the 
iodide.^ 

The iodide crystallises in glistening satin plates, melting at 264?" to 
266° C. The crystals are odourless, not affected by light, insoluble in 
water, very slightly soluble in cold alcohol, ether, benzene, readily 
soluble in chloroform or hot benzene. When heated above its melting- 
point phenylmercuric iodide gives mercuric iodide. 

When an alcoholic or carbon bisulphide solution of the iodide is 
treated with iodine, iodobenzene and mercuric iodide result, but sodium 
iodide does not react with an acetone solution of the iodide.^ Sodium 
amalgam reacts with an alcoholic solution of phenylmercuric iodide 
giving mercury, mercury diphenyl, and hydrogen iodide, but if the 
reaction be carried out in dry benzene, mercury, mercury diphenyl, and 
sodium iodide are obtained.^ 

Phenylmercuric thiocyanate, CgHgHg.CNS.®— This compound 
was first obtained by heating together equal molecules of mercury 
diphenyl and mercury thiocyanate, and later by treating phenyl- 
mercuric iodide with free thiocyanogen in carbon bisulphide solution. 
It has more recently been formed by treating phenyl niercuric chloride 
with sodium thiocyanate in acetone solution, or boiling mercury di- 
jjhenyl with mercury thiocyanate in acetone solution.^ It crystallises 
in small, pearly plates, melting at 231° to 232-5° C., insoluble in water, 
soluble in boiling alcohol or benzene.® 

Phenylmercuric cyanide .® — Whm an equal number of molecules 
of mercury diphenyl and mercuric cyanide in alcoholic solution arc 
heated in a sealed tube at 120° C. the cyanide is formed. It is also 
obtained when the corresponding iodide is treated with silver cyanide. 
From benzene it crystallises in large rhombic plates, melting at 203° to 
204.° C., somewhat '’soluble in boiling water, easily in boiling alcohol. 
Heated in a sealed tube at 120° C. with concentrated hydrochloric acid 
it gives benzene, mercuric ciiloride. formic acid, and ammonium chloride ; 
heated with potassium hydroxide it yields mercury, benzene, and 
potassium cyanate. It is decomposed by iodine, with formation of 
phenylmercuric iodide and cyanogen iodide, and by hydrogen sulphide 
yielding benzene, mercuric sulphide, and hydrogen cyanide. 

Phenylmercuric hydroxide —Solutions of this body are obtained 


^ SteinJiopf, Anmletit 1917, 413, 329. 

2 Drelier and Otto, he. cU. 

3 Otto, J. praK GUm., 1870, i, [2], 182. , 

4 Steinlsopf, he. dt ® Dreher and Otto, he. etU 

« Otto, J. praht. Ghern,, 1870, i, [2], 182; fcJoderbank, Anmkn, 1919, 419, 266. 
’ Steinkopf, 1921, ^4, 60. 

® For tke type R'.Hg.S.R'^, see Sacks, 1923, 433, lo4. 

® Otto, he. cit. 
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when mercury diphenyl is oxidised by potassium permanganate, ^ or when 
the corresponding halides are treated with moist silver oxide. The com- 
ponents are boiled in alcohol, then evaporated in vacuo, when small, 
white rhombic prisms are deposited, sintering at 160° C. and melting 
above 200° C. The crystals are slightly soluble in cold water, more 
soluble in alcohol or benzene. The aqueous solution liberates ammonia 
from its salts, and precipitates alumina from aluminium salts. Treat- 
ment with acids yields the corresponding salts. 

Phenylmercuric nitrate. — ^Alcoholic solutions of the chloride on 
long boiling with silver nitrate yield the nitrate in shining, rhombic 
plates, melting at 165° to 168° C. with decomposition, somewhat soluble 
in boiling water, easily soluble in boiling alcohol or benzene. Treat- 
ment with concentrated nitric acid gives benzene and mercuric nitrate. 
Mercury diphenyl when treated with mercuric nitrate or nitrogen 
trioxide or tetroxide also yields phenylmercuric nitrate.^ 

Phenylmercuric carbonate^ is prepared from the chloride in a 
similar manner to tlie nitrate using silver carbonate. It forms small, 
white needles, very slightly soluble in boiling water, easily soluble in 
boiling alcohol or benzene. When heated it melts with decomposition, 
and with strong acids gives carbon dioxide and the corresponding salts. 

Phenylmercuric formate.^ — When mercury diphenyl and formic 
acid are boiled for a short time, then poured into water, the formate is 
precipitated. It crystallises from hot formic acid in glistening plates, 
M.pt. 171° C. 

Phenylmercuric acetate may -be prepared as follows : — 

1. A mixture of 80 c.c. of benzene, 15 grams of mercuric acetate, and 
20 c.c. of 95 per cent, alcohol are heated at 100° C. for five hours. A 
yellow precipitate forms during this time which is dissolved by the 
addition of a few c.c. of glacial acetic acid. A further 20 c.c. of alcohol 
are now added and the heating continued for a further fifty hours. 
The solution is then filtered, evaporated to dryness, and the residue re- 
crystallised from 95 per cent, alcohol. Yield 12-6 grams (80 per cent.).^ 

2. By boiling a mixture of mercury diphenyl and glacial acetic acid. 

3. By heating mercury diphenyl and mercuric acetate in alcoholic 
solution in a sealed tube for one hour at 120° C.® 

4. By heating phenylmercuric iodide and silver acetate for a long time 
in dilute spirit. 

5. By boiling benzene for several hours at 110° C. with dry mercuric 
acetate.*^ The acetate crystallises in small, white, odourless, glistening, 
oblique, rhombic prisms, M.pt. 149° C., easily soluble in hot water, 
glacial acetic acid, benzene, or alcohol. 

When heated at 150° C, phenylmercuric acetate gives carbon, 
benzene, mercury, oxygen, and acetic anhydride. Dry distillation 
yields mercury, diphenyl oxide, and acetic anhydride. Distillation with 
sulphur gives mercury, benzene, acetic acid, acetic anhydride, and 
diphenyl sulphide. Boiling with dilute sulphuric or hydrochloric acid 
produces benzene, acetic acid, and a mercuric salt. The acetate is 
reduced by nascent hydrogen to benzene, mercury, and acetic acid. 

^ Otto, prakL Ghem., 1884, [2], 29, 136. 

s Bamberger, Ber,, 1897, 30, 506. « Otto, he. cit 

^ Dreher and Otto, Anmlen, 1870, 154, 93. 

® Maynard, J. Jmer. Ohm. Boc., 1924, 46, 1511. ® Otto, he. cit. 

^ Dimroth, Ber., 1898, 31, 2154 ; 1899, 32, 758. 



MERCURY. 


91 


Treated with iodine, a warm aqueous solution yields iodobenzene, acetic 
acid, and mercuric iodide. Aqueous or alcoholic hydrogen sulphide gives 
a heavy white precipitate, which turns gray and then black, the result- 
ing solution containing benzene, acetic acid, and mercuric sulphide. 
Heated with yellow ammonium sulphide at 100° to 110° C. in sealed 
tubes gives a similar result to the preceding. Heating with arsenic 
trichloride for four to five hours at 100° C., gives phenyldichloroarsine.^ 

Reduction bj^- alkaline sodium stannite gives mercury diphenyl in 
95-6 per cent, yield.^ 

Phenylmercuric propionate, prepared in the same way as the 
formate, forms matted crystals, sintering at 145° C. and melting at 165° 
to 166° C. It may be recrystallised from water, and is also soluble in 
alcohol or benzene. 

Phenylmercuric myristate.^ — Equal numbers of molecules of 
myristic acid and mercury diphenyl are heated together in alcoholic 
solution in a sealed tube at 120° C. Small, fatty, rhombic scales are ob- 
tained, insoluble in water, soluble in boiling alcohol or benzene, and 
when boiled with hydrochloric acid they are decomposed into benzene, 
myristic acid, and mercuric chloride. 

Phenylmercuric sulphide.^ — Phenylmercuric acetate is dissolved 
in ammonium hydroxide — ammonium acetate solution, and treated with 
hydrogen sulphide or an alkali sulphide, when phenylmercuric sulphide 
is precipitated as a white amorphous powder. It is insoluble in water 
or alcohol but dissolves in chloroform, this solution soon decomposing. 
Hydrochloric acid liberates hydrogen sulphide, and continued boiling 
with alcohol gives mercuric sulphide and mercury diphenyl. Heated 
to 108° C. the compound blackens and decomposes. 

Phenylmercuric thiocarbonate, {CQlI^Tig)^CSQ . — ^\Vhen the above 
sulphide is dissolved in cold carbon bisulphide the solution first deposits 
silky needles, and afterwards a yellow product which is only slightly 
soluble in carbon bisulphide. Tliis substance is the thiocarbonate, 
which is insoluble in water or alcohol, slightly soluble in ether or benzene, 
more soluble in chloroform, and forms a clear solution in hot fuming 
hydrochloric acid. At 108° C. it blackens, mercuric sulphide being 
deposited and carbon disulphide evolved. It is rapidly decomposed 
when heated with benzene, with the production of mercury diphenyl and 
mercuric sulphide. 

Phenylmercuric thiosulphate.® — ^Two molecules of phenylmer- 
curic acetate in ammonium hydroxide — ammonium acetate solution are 
treated with one molecule of sodium thiosulphate, when a white pre- 
cipitate is obtained, insoluble in ordinary solvents but dissolving in 
concentrated hydrochloric acid, with evolution of sulphur dioxide and 
deposition of sulphur. This thiosulphate readily dissolves in aqueous 
sodium thiosulphate, the solution giving mercury diphenyl on standing. 
The compound is not decomposed when heated to 200° C. 

Compounds of Di(phenylmercuri)-amine, (C 6 H 5 Hg) 2 NH.® 

Pesci has shown that phenylmercuric salts react with ammonia to 
form salts of (C 6 H 5 Hg) 2 NH— , these compounds yielding ammonia 

1 Roeder and Blasi, Ber., 1914, 47 , 2752. 

® Maynard, »/. Amer, Chem. Soc., 1924, 46 , 1511 ; Dimroth, Ber., 1902, 35 , 2853. 

3 Otto, J. prakt. Chem,^ 1870, i, [2J, 185. 

* Pesci, Oazzetta, 1899, 29 , i. 394. ® Pesci, ibid. * Pesci, ibid., 1909, 39 , i. 147. 
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when decomposed, but uo hydroxide when treated with alkalies or silver 
hydroxide. 

Phenylmercuriamine acetate, (CgH5Hg)2NH2.0.C0,CH3. — This 
compound separates out when phenylmercuric acetate is dissolved 
in ammonium hydroxide. It crystallises from methyl alcohol in 
needles, melting at 179° C., readily soluble in alcohol, sparingly soluble in 
water. Excess of concentrated sodium thiosulphate or refluxing with 
alcoholic carbon bisulphide gives mercury diphenyl. 

The nitrate is formed when ammonium nitrate is added to the above 
animoniacal solution of phenylmercuric acetate. It forms brilliant 
scales from alcohol, melting at 230° to 235° C. with decomposition. 

The sulphate is precipitated by sodium sulphate and is an infusible 
precipitate, forming a compound with ammonium sulphate, 

[(CeH5Hg)2NH2]2S0,.(NHj2S04 

wfliich crystallises in rectangular tablets. 

The chloride^ prepared from phenylmercuric chloride, crystallises in 
microscopic prisms, melting at 184° C. with decomposition. 

Tetra (phenylmercuri) thiourea, (C 6 H 5 rig) 4 N 2 CS. — The above 
acetate treated with thiourea gives this derivative and ammonium 
acetate. It is insoluble in the usual solvents and darkens at 104° to 
105° C. When boiled with alcohol it decomposes, giving mercuric 
sulphide, mercury diphenyl, and phenylmercuri cyanamide, 

(CeH5Hg)4N2CS=HgS+(CeH5)2Hg+(CeH,Hg)2N-CN 

Phenylmercuri cyanamide, formed as shown above, is a white 
amorphous powder which decomposes when heated. It is decomposed 
by cold dilute hydrochloric acid into phenylmercuric chloride and 
cyanamide. 


Tolylmercuric Compounds, 

o-Tolylmer curie chloride may be prepared by treating o-tolyl 
boric acid with mercuric chloride,^ or by separating it from the para 
compound formed when toluene is mercurated by mercuric acetate after 
treating the mixture with sodium chloride. ^ It crystallises from 
alcohol in white crystals, M.pt. 146° C.^ 

0 - Tolylmercuric bromide.^ — ^To a solution of 28 grams of o-tolyl 
magnesium bromide in 100 grams of ether, 58 grams of mercuric bromide 
arc added, the mixture shaken for one hour, boiled for two hours, and 
then allowed to stand over-night. It is then worked up in the usual way, 
when 42 grams (78 per cent, yield) of the bromide are obtained. From 
xylene or alcohol it forms hair-fine needles, M.pt. 168° C., easily soluble 
in pyridine or aniline and reprecipitated by the addition of petroleum 
ether. It is only slightly soluble in cold alcohol, ether, benzene, chloro- 
form, or acetone, but readily soluble in hot benzene or its homologucs. 
The crystals are not affected by light; 

0 -Tolylmercuric iodide. — ^When the above bromide is boiled with 
alcoholic potassium iodide in slight excess, a quantitative yield of the 

1 Michaelis, Bcr*., 1894, 27 , 244. 

® Dimroth, Ber., 1899, 32 , 758. 

Coffey, Tran'S. Chem. 80c., 1926, 127 , 1029. 

^ Hilpert and Griittner, Ber., 1915, 48, 906. 
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iodide is obtained. It crystallises in prisms from alcohol, meltinor at 
] 76° to 177-5° C., and has a similar solubility to the bromide. 

o-Tolylmer curie sulphide. — ^When hydrogen sulphide is passed 
into a pyridine-ether solution of the above iodide at —10° C., the pale 
yellow sulphide is precipitated. In the presence of moisture it soon 
decomposes and blackens, mercuric sulphide separating out. 

0 "Tolylmercuric nitrate is formed when mercury di-o-tolyl is 
treated with nitrogen trioxide or tetroxide.^ 

m-Tolylmer curie chloride ^ is readily obtained from m-tolyl 
boric acid, as in case of the ortho compound ; ® from tri-m-tolylstibine 
mercurichloride by boiling with alcohol ; ^ and by heating an alcoholic 
solution of mercury di-m-tolyl with mercuric chloride. 

It crystallises in white needles, melting at 159° to 160° C., easily 
soluble in chloroform or benzene, with difficulty in alcohol, and it sub- 
limes without decomposition. 

The bromide is prepared in the same way as the chloride ; it crystal- 
lises from alcohol in white needles, M.pt, 183° to 184° C. 

The iodide forms white pearly plates, M.pt. 161° to 162° C. ; the 
acetate^ white shining needles from water, M.pt. 88° to 84° C. ; the 
formate^ large needles, M.pt. 106° C. ; the propionate, white needles, 
M.pt. 102° C., insoluble in cold water, easily soluble in alcohol. 

p-Tolylmer curie chloride. — This derivative is prepared as 
follows ; — 

1. A mixture of 300 c.c. of water and 100 grams of powdered mercuric 
chloride is heated in a 2-litre beaker, and a solution of 80 grams of 
sodium p-toluene sulphinate in 200 c.c. of boiling water carefully added 
to the hot solution. A heavy white precipitate is thrown down and 
sulphur dioxide is evolved. When the frotlung ceases, 200 c.c. of water 
are added, and the mixture boiled, with occasional stirring, until the 
evolution of sulphur dioxide slackens. A further 200 c.c. of water are now 
added and boiling continued until no more sulphur dioxide is given off. 
The mixture is filtered, and washed with water until the washings give 
no precipitate with sodium hydroxide, the residue then being dried at 
110° C. Yield 65 per cent.® 

2. Heating p-tolyl sulphinic acid with mercuric chloride until evolu- 
tion of sulphur dioxide ceases.® 

3. Heating p-tolyl sulphonyl chloride with mercury diphenyl for 
fifteen hours at 120° 

4. By heating mercuric chloride and mercury di-p-tolyl in alcoholic 
solution in a sealed tube at 160° C.® 

5. From p-tolyl boric acid in the usual way.® 

6. By separation of the ortho and para isomers formed in the direct 
mercuration of toluene by mercuric acetate, after treating with sodium 
chloride.^® 

1 Kunz, Ber., 1898, 31, 1528. 

2 Michaelis, Ber,, 1895, 28, 588. 

3 Khotinsky and Melamed, Ber., 1909, 42, 3094. 

* Michaelis and Genzken, ArmaUn, 1887, 242, 176. 

® Whitmore, Hamilton, and Thxirman, J. Amer, Ghem. Soc,, 1923, 45» 1066. 

« Peters, Ber,, 1905, 38, 2569. 

’ Otto, Ber., 1885, 18, 246. 

3 Otto, J. praJet. Ghem., 1870, X, [2J, 185. 

« Michaelis and Becker, Ber,, 1882, 15, 185. 

^0 Dimroth, Ber., 1899, 32, 758; of, Coffey, Trans. Ohem. 80 c., 1925, X27, 1029. 
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The chloride crystallises in shining scales, melting at 232° to 233° C. ; 
it is insoluble in water, soluble with difficulty in hot alcohol and easily 
in boiling benzene. Its solution in acetone when treated with sodium 
iodide yields p-tolylmercuric iodide, but no mercury di-p-tolyl is formed.^ 
p-Tolylmercuric bromide.— From 28 grams of p-tolyl magnesium 
bromide and 58 grams of mercuric bromide a yield of 44 grams of p- 
tolylmercuric bromide is obtained.^ The yield is not so good when 
mercuric chloride is used in place of the bromide.^ 

The bromide crystallises in fine needles from benzene, melting at 
234° to 235° C. It is sparingly soluble in the usual organic solvents. 
It reacts with phosphenyl chloride in two to three hours at 270 C. in 
dry carbon dioxide to form phenyl -p-toly]chlorophosphine. 

p-Tolylmer curie iodide.— This derivative may be prepared from 
the chloride as shown above, or from the bromide by boiling with 
potassium iodide in alcoholic solution for two hours. Its melting-point 
has been given as 213° to 214° C. and 217° C. ; it is sparingly soluble in 
organic solvents.^ 

p-Tolylmercuric carbonate is a crystalline powder, decomposing 
above 260° C. 

p-Tolylmer curie mercaptan is a yellow, insoluble product pre- 
pared from the above carbonate and carbon disulphide. 

p-Tolylmercuric nitrate is prepared similarly to the ortho com- 
pound from mercury di-p-tolyl and trioxide or tetroxide of nitrogen.® 
p-Tolylmercuric acetate.— The methods of preparation of this 
derivative, as also of the preceding one, are similar to those for the phenyl 
compound. It forms rhombic prisms from alcohol and benzene, M.pt. 
153° C. It is less soluble in the usual solvents than the phenyl 
compound. 

p-Tolylmercuric-2 :4;6-trinitrobenzoate is prepared from the 
hydroxide and the substituted benzoic acid in alcoholic solution. It 
melts at 227° C., but when heated in an oil-bath at 220° to 230° C. until 
all effervescence ceases it forms p-tolylmercuric-2 :4 :6-trinitro- 
phenyl, a pale yellow product, M.pt. 192° C.® 


Benzylmer curie Compounds. 

Benzylmercuric chloride ’ is obtained as follows : — 

1. To a solution of 23*8 grams of benzyl magnesium chloride in 
100 grams of ether, 46*7 grams (1-1 mols.) of finely powdered mercuric 
chloride are slowly added with good shaking. Until the reaction is 
finished, the temperature is maintained below 45° C., and the reaction 
mixture then allowed to stand for twenty -four hours. It is then boiled 
briskly for two hours, decomposed by ice and dilute sulphuric acid, 
filtered and washed with water, not exceeding 80° C. The residue is 
then recrystallised from equal parts of xylene and alcohol. Yield 43 
grams (81 per cent.), 

^ Steinkopf, AnnaUn, 1917, 413 , 329. 

* Hilpert and Gruttner, 5er., 1916, 48 , 906. 

^ Po^ and Gibson, Traifis, Ghem. Soc,, 1912, loi, 735. 

^ Steinkopf, loo. cit. ; Hilpert and Griittner, he, cit, 

^ Kunz, Ber,, 1898, 31 , 1628. 

* Koten and Adams, J, Amer, Ch&m, Soc., 1924, 46 , 2768. 

’ Hilpert and Griittner, JBer,, 1915, 48 , 913. 
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2. From benzyl boric acid and mercuric chloride.^ 

3. From mercury dibenzyl and an alcoholic solution of mercuric 
chloride. 

The chloride crystallises in white, glistening plates, M.pt. 104° C., and 
decomposes when strongly heated. It reacts with benzyl magnesium 
chloride to form mercury dibenzyl 

The corresponding bromide and iodide may be prepared by Method 3, 
the former giving plates melting at 119° C., and the latter plates, M.pt. 
117° C.3 

The cyanide is formed when mercury dibenzyl and mercuric cyanide 
in absolute alcoholic solution are heated at 180° C. in a sealed tube. It 
crystallises in fine, white needles, M.pt. 124° C. 

The acetate results when mercury dibenzyl in alcoholic solution is 
treated with mercuric acetate ; and when silver acetate is added to an 
alcoholic solution of benzylmercuric chloride. 

It forms long, glistening, white needles, melting at 126° C. 

Compounds from Higher Benzene Homologues. 

m-Xylylmer curie chloride is obtained, along with m-xylyldichloro- 
phosphine, when mercurv di-m-xylyl is heated at 230° C. with phosphorus 
trichloride.^ 

Mesitylmercuric chloride occurs as fine needles, melting about 
200° C. ; the bromide melts at 194° C. ,* the iodide yields fine, colourless 
needles, melting about 178° C.® 

Pseudocumylmercuric chloride yields small needles, M.pt. 201° C.; 
the bromide is a white micro-crystalline powder, M.pt, 211° C. ; the iodide^ 
formed by heating mercury dipseudocumyl with excess of mercuric 
iodide in a sealed tube at 130° to 140° C. in alcoholic solution, crystallises 
as white glistening needles, M.pt. 196° to 197° C. 

Cumylmercuric chloride (glistening needles, M.pt. 156° C.); 
bromide (M.pt. 163° C.) ; and iodide (M.pt. 169° C.)® are also known. 

Cyclohexyl Compounds.’ 

Cyclohexylmercuric chloride is formed by the action of 
mercuric chloride on mercury’’ dicyclohexyl in any solvent, and all the 
following salts may be prepared in a similar manner. The chloride 
crystallises in plates of brilliant lustre, M.pt. 163° to 164° C., and may be 
converted to the iodide by warming its solutions with potassium iodide. 

The bromide crystallises from benzene in white leaflets, M.pt. 153° C., 
100 grams of benzene dissolving 3*33 grams of bromide at 29° C. It is 
insoluble in water, more soluble in ether or benzene, very soluble in 
amines or pyridine. It is sensitive to light.® 

1 Khotinsky and Melamed, B&r„ 1909, 42 , 3095. 

® Jones and Werner, J. Aimr, Ghem. 1918, 40 , 1257. 

3 Wolff, Ber., 1913, 46 , 64. 

4 WeUer, Ben, 1887, 20 , 1718. 

® Michaelis, Ben, 1895, 28 , 588. 

® Michaelis, ibid , ; Schiff, Ber„ 1877, 10 , 1745. 

’ Griittner, Ben, 1914, 47 , 1651 ; Tiffeneau and Gannag5, BuU, JSci. PJutrmacoL, 1921, 
28 , 7. 

® Tiffeneau and Gannag5 give chloride, M.pt. 159® C. ; bromide, M.pt. 141® C. ; 
iodide, M.pt. 142® d 
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The iodide may be obtained from the chloride or bromide by the 
action of potassium iodide, or by treating cyclohexyl iodide with sodium 
amalgam.^ It has a similar solubility to the bromide, is sensitive to 
light, and crystallises in plates, M.pt. 143° C. 

Treatment of the above halides with silver oxide yields the hydroxide^ 
a strong base, which decomposes when heated.^ 

The sulphide is a pure white powder, deposited when a rapid stream 
of hydrogen sulphide is passed into a pyridine solution of the bromide 
at —10° C. If left in a moist state it soon decomposes. 

The cyanide crystallises from alcohol in sparkling leaflets, melting at 
144° C., and is sensitive to light. 

4-Methylcyclohexylmercuric chloride forms spangles, sub- 
liming at 163° C, ; the bromide has M.pt. 142° C., iodide, M.pt. 176 C., 
cyanide, M.pt. 100° C., and hydroxide, M.pt. 110° to 115 C.^ are also 
known. 

Naphthyl Compounds. 

a-Naphthylmercuric chloride is prepared by boiling an acetone 
or alcoholic solution of mercury di-a-naphthyl with mercuric chloride, 
filtering, and precipitating the chloride with water.® It crystallises in 
quadratic plates, M.pt. 188° to 189° C., and its acetone solution with 
sodium iodide yields the corresponding iodide. It is moderately soluble 
in alcohol or benzene, but insoluble in water.^ 

a*Naphthylmercuric bromide may be prepared from mercury di- 
a-naphthyl either by the action of bromine, or by heating it with mer- 
curic bromide in alcoholic solution for one hour at 320° to 130° C.® 
Naphthyl magnesium bromide and mercuric bromide give the same 
product.^ The compound crystallises in glistening needles or plates, 
M.pt. 202° C., insoluble in water, easily soluble in alcohol, chloroform, 
benzene, or carbon bisulphide. 

a-Naphthylmercuric iodide crystallises in rhombic columns, 
M.pt. 185-5° to 186° C., and is obtained from the chloride as described 
above, or from mercury di-a-naphthyl by the action of iodine in carbon 
bisulphide solution. It is insoluble in water, slightly soluble in cold 
alcohol or ether, easily soluble in hot alcohol, chloroform, benzene, or 
carbon bisulphide. When strongly heated it decomposes with separa- 
tion of carbon, and heated with soda lime yields mercuric oxide, iodine, 
and naphthalene. Its alcoholic solution treated with sodium amalgam 
gives mercury, hydrogen iodide, and mercury di-a-naphthyl.^ 
a-Naphthylmercuric acetate is prepared as follows : — 

1, Mercury di-a-naphthyl is treated with an excess of glacial acetic 
acid and the mixture heated until complete solution is obtained, then 
the whole poured into water. The precipitate, which contains the 
acetate and naphthalene, is filtered oft and washed with water, then 
crystallised from hot alcohol, in which the naphthalene is less soluble 
than the acetate. 

^ Kursanov, Ghem. Zemtr., 1899, ii. 477. 

® Tififeneau and Gannag4, BuU. Sci, Pharmacol,, 1921, 28, 7. 

® ?^teiRkopf, AnmUn, 1917, 413, 330; see Matsumiya, Mem, Coll ScL Kyoto, 1925, 
8, 391. 

* Otto, 7. Chem,, 1870, [2], i, 185. 

® Otto, Annalen, 1870, 154, 188. 

* Hilpert and Gruttner, Ber, 1913, 46, 1686. 

^ Otto, he, cii, ; Otto and Mories, Annalen, 1868, 147, 164. 
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2.^ Thirty grams of pure dry mercuric acetate are introduced into 
60 grams of molten naphthalene, the mixture well stirred and heated to 
120° C., this temperature being maintained until a clear solution results 
(about twenty minutes). The excess of naphthalene is then removed 
by steam and the dry residue extracted with ligroin, from which the 
product crystallises on cooling. If the reaction product before steam 
distillation is treated with sodium chloride, the chloride is obtained 
instead of the acetate. 

The acetate crystallises from alcohol in colourless needles, M.pt. 
154° C., which are insoluble in water, slightly soluble in ether, and easily 
soluble in hot glacial acetic acid, alcohol, benzene, chloroform, or carbon 
bisulphide. 

It reacts with hydrochloric or hydriodic acids, giving acetic acid, 
naphthalene, and a mercuric halide ; four atoms of iodine react giving 
acetic acid, mercuric iodide, and iodonaphthalene ; sodium amalgam on 
the alcoholic solution yields mercury, acetic acid, and naphthalene ; 
alcoholic hydrogen sulphide or ammonium sulphide at 100° C. break 
the compound down into acetic acid, mercuric sulphide, and naphtha- 
lene. 

The formate is an oil, and the butyrate forms fine, glistening, rhombic 
prisms, melting about 200° C., almost insoluble in cold water, moderately 
soluble in hot water, alcohol, or butyric acid. 

The nitrate is prepared by the interaction of silver nitrate and a- 
naphthylmercuric chloride in alcoholic solution, ^ or from mercury di- 
a-naphthyl and nitrogen trioxide. It crystallises in small white needles. 

The thiocyanate occurs as white plates, soluble in hot alcohol or 
benzene ; the sulphide has only been obtained as a white precipitate. 


Thienyl Compounds. 
2-Chloromercuri thiophene, 


S 


In order to prepare this derivative, 10 parts of thiophene in 100 parts of 
spirit are mixed with 1000 parts of a cold saturated solution of mercuric 
chloride and 200 parts of a 83j per cent, solution of crystallised sodium 
acetate. In four or five days the precipitate is filtered off and the 
filtrate deposits further crystals. The residue is washed with cold 
water, boiled with spirit, and filtered through a hot-water funnel, the 
chloride crystallising out on cooling.® , 

The above method of preparation yields a mono- and a di-mercurated 
thiophene ; the latter is very insoluble in the usual solvents, so that the 
mono-compound is removed by means of hot alcohol.* 2-Chloromercuri 


» Dimroth, 5er., 1902, 35. 2032. 

* Otto, J. C%em., 1870, [2], 1, 186. .. . , 

s Volkard, 1891, 267, 176 ; Steinkopf and Bauermeaster, Amakn, 1914, 

403, 59 ; Knzd, Gamtla, 1916, 45, u. 280 ; Steinkopt AnmOen, 1921, ^ 23. 

i Erom 85 grams of thiophene Steinkopf obtained m six days 217 grams of mono- 
compound and 18 grams of di-compound, but the author finds that a oonmderable iner^ 
in vmld may be obtained if the Hquors be allowed to stand for six months after the firat 
batch of crystals has been removed. It may also he prepay by treating mercury 2:2- 
thienyl in acetone solution with mercuric chloride. Yield 89-4 per cent. 


TTi^T ‘%rr * T 
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thiophene crystallises in white, silver}^ plates, M.pt. 188° C., somewhat 
volatile, commencing to sublime above 100° C., subliming rapidly at 
210° C. ; in large quantities this process is accompanied by decomposition. 
With sodium iodide in acetone solution it yields mercury 2 : 2'-dithienyl 
and the corresponding iodide. With mercuric bromide or iodide the 
corresponding 2-halidemercuri thiophenes are obtained.^ 

When boiled with arsenic trichloride in toluene for six to seven hours 
dithienylchloroarsine and thienyldichloroarsine ^ are obtained. 

Thienones are formed by heating the chloride with the chlorides 
of the following acids: acetic, benzoic, o-toluic, p-toluic, p-nitrobenzoic. 
The chloromercuri thiophene appears to be a catalyst in these reactions. 

2-Bromomercuri thiophene, obtained from the chloride by action 
of mercuric bromide, cr\’’stallises from toluene in glistening plates, M.pt, 
169° to 170° C., somewiiat easily soluble in acetone, with difficulty in 
cold alcohol, chloroform, benzene, or carbon bisulphide. 

2-Iodomercuri thiophene may be prepared in a similar manner to 
the bromide, or by treating an acetone solution of merciuy^ 2 : 2'-dithienyl 
with one molecule of sodium iodide. It eiystallises in shining, silver^’^ 
plates, melting at 1 17° C,, insoluble in w^ater, not easily in hot alcohol or 
cold benzene, readily in hot benzene or cold acetone. Since the iodide 
is affected by sunlight, turning red, all the operations in connection with 
its extraction should be carried out in absence of sunlight. It reacts 
with thallic chloride to give thallous chloride and 2-chloromercuri 
thiophene.® 

2-Thiocyanatomercuri thiophene is obtained from an acetone 
solution of 2-chloromercuii thiophene by treatment with 1 mol. of 
sodium thiocyanate. The mereurj^-2 .* 2'-dithienyl is filtered off and the 
thiocyanate precipitated from the filtrate by w^ater. It crystallises 
from toluene in glistening plates, melting at 179° to 180° C. It is easity 
soluble in acetone, sparingly in cold alcohol, ethyl acetate, benzene, or 
toluene, insoluble in water. 

2 : 5 Dichloromercuri thiophene is obtained as a by-product in 
the preparation of the monomercurichloride, or by treating the corre- 
sponding acetate solution with sodium chloride. It is a white powder, 
insoluble in all indifferent solvents, not easily attacked by acids, even 
concentrated nitric add, and is unaffected by aqueous alkalies. When 
boiled under reflux with aqueous bromine for one hour it yields a mixture 
of di-, tri-, and tetrabromothiophenes, but w^armed with aqueous iodine 
only di-iodothiophene is obtained. 

5 “Chloromercuri -2 -chloro thiophene, 


Oll^HgCl 

8 


is prepared in the usual w^ay from 2-chlorothiophene and mercuric 
chloride in sodium acetate solution. It forms glistening silver plates, 
M.pt, 218° to 219° C., and has the usual solubility. Traces of a dimmer- 
curated compound are also obtained, melting at 278° to 280° C, with 
decomposition. 

^ Steinkopf, Annahn, 1917, 413, 310. 

* Steinkopf, ibid . ; Finzi, GazzeUa, 1916, 45, ii. 280. 

* Goddard, Trana. Chem. Soc., 1923, 123, 1169. 
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The corresponding b7'omide forms fine white crystals, M.pt. ]91° C., 
from toluene solution, and is obtained by treating an acetone solution of 
mercury 5 : 5'-dichloro-2 : 2'-dithienyl with mercuric bromide. 

The iodide is formed from the chloride by treatment with sodium 
iodide in acetone solution. It crystallises in white, glistening plates 
which melt at 126° to 126-5° C. with partial decomposition. It is easily 
soluble in ethyl acetate or acetone, somewhat soluble in alcohol, benzene, 
chloroform, or carbon bisulphide in the cold, insoluble in water. It 
tends to split off mercuric io&de when in solution. 

5-Ghloromercuri-2-bromothiophene yields fine crystals, melting 
at 225° C. It is not very soluble in cold solvents, with the exception of 
acetone. The bromide forms white, matted needles, M.pt. 197° to 
197-5° C., whilst the iodide crystallises in small white crystals from 
alcohol, M.pt. 119° C., easily soluble in carbon bisulphide, acetone, or 
ethyl acetate, warm benzene, xylene, alcohol, or chloroform. It is 
sensitive to light, becoming pale red. 

5-Chloromercuri-2 -iodothiopheneyields slender, matted crystals, 
sintering about 215° C. and melting at 225° C. It is fairly soluble in 
warm benzene or acetone. When heated with acetyl chloride at 80° 
to 90° C. it gives 2-iodo-5-acetothienone, and when refluxed with iodine 
and w^ater for a few minutes until the iodine disappears, 2 : 5-di-iodothio- 
phene is obtained. The bromide^ on crystallising from xylene, forms 
matted crystals darkening at 170° C., is somewhat soluble in acetone, 
difficultly soluble^ in carbon bisulphide, and practically insoluble in 
alcohol or benzene. The iodide is partially decomposed when recrystal- 
lised from xylol, and is a faint yellow, micro-crystalline body, M.pt. 141° 
to 142° C. It is moderately soluble in acetone, readily soluble in warm 
chloroform, benzene, or xylene. 

5 -Chloromercuri-2 -carboxyl-thiophene, 

HOod^lHgCl 

Y 

is prepared in the usual manner from thiophene-2-carboxylic acid. It 
occurs in two forms : (a) soluble in sodium hydroxide and reprecipitated 
by dilute hydrochloric acid as a white, amorphous body, and (5) in- 
soluble in sodium hydroxide, but soluble in ammonium hydroxide, and 
reprecipitated by dilute hydrochloric acid. Both compounds melt at 
297° to 298° C., with violent gas evolution. 

5-Chloromercuri-2-methyl thiophene. — Cold saturated mercuric 
chloride (220 grams), 44 grams of 83 per cent, sodium acetate and 2-6 
grams of 2-methyl thiophene iii 150 c.c. of alcohol give 8-6 grams of 
product in thirteen hours. ^ It crystallises from alcohol in glistening 
needles, M.pt. 204° C.^ 'It is insoluble in water or ether, and with 
benzoyl chloride yields phenylthiotolyl ketone. 

5-Chloromercuri-2-phenyl thiophene occurs as white, glistening 
plates, melting at 234° C. and slightly soluble both in alcohol and in 
benzene. 

?-Chloromercuri-3-inethyl thiophene is prepared from j5-thio- 
toluene in the usual way. A mono- and a di-mercurated compound result, 

^ Steinkopf and Bauermeister, Annalen, 1914, 403, 69. 

» Volhard gave 197° C. 
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the fonner erj^stallising from alcohol in white, bushy needles, the di-com- 
poTind being insoluble in tlie usual organic solvents, and only attacked 
with difficulty by concentrated nitric acid. 

?-Chloromercuri-3-isopropyl thiophene crystallises from hot 
alcohol in sinning, long, white needles, M.pt. 187° C., soluble in ether, 
insoluble in water. A dickloro compound is formed at the same time 
as a white granular mass, insoluble in all solvents and very stable towards 
concentrated nitric acid. 

5 -Thiocyanatomercuri -2 -chlorothiophene .—The corresponding 
5-chloromercuri compound (3*5 grams) in 120 c.c. of acetone is treated 
with 0-8 gram (1 mol.) of sodium thiocyanate in 15 c.e. of acetone. 
Yield 2-9 grams. It crystallises from benzene or alcohol in glistening 
siher plates, melting at 187° C. after previously sintering. It is 
readily soluble in cold acetone, moderately soluble in cold alcohol or 
ethyl acetate, but readily soluble on warming, sparingly in hot benzene 
or ether. The thiocyanate may also be obtained from mercury 5 : 5'- 
diehloro-2 : 2'-dithienyl by the action of mercury thiocyanate in acetone 
solution. On the other hand, if 2 mols. of sodium thiocyanate are used in 
the first preparation, mercury 5 : 5'-dichloro-2 : 2'-ditMenyl is isolated.^ 

5-Thiocyanatomercuri-2-bromothiophene crystallises from ethyl 
acetate in small, warty aggregates, M.pt. 187° to 188° C., easily soluble 
in pyridine, sparingly in cold ethyl acetate or alcohol. If two molecules 
of sodium thioej'anate be used, mercury 5 : 5'-dibromo-2 : 2'-dithienyl, 
M.pt. 182° to 183° C., is formed. 

5 -Thiocyanatomercuri -2 -iodothiophene. — It was found im- 
possible to isolate this compound in the pure state using the 5-iodo- 
mercuri derivative, so that the preparation was conducted as follows : — 
Three grams of mercury 5 : 5'-di-iodo-2 : 2'-dithienyl and 154 grams of 
mercury thiocyanate in 250 c.c. of acetone were heated to boiling. The 
liquid on filtering deposited 1-1 grams of substance, and a further 2-8 
grams were thrown out by the addition of water. The product yielded 
crystals from nitromethane solution, M.pt. 178° C., easily soluble in 
warm acetone or cold pyridine, sparingly in cold nitromethane or bronio- 
benzene, readily on heating. In alcohol, benzene, or xylene it is only 
sparingly soluble. 

5 - Chloromercuri -2 - n -propylthiophene. — A mixture of 1 93 grams 
of mercuric chloride, 38 grams of sodium acetate, 450 c.c. of alcohol, and 
3 grams of n-propylthiophene after six days deposits 6-2 grams of crystals. 
Yield 72 per cent. The crystals from benzene melt at 155° C., are easily 
soluble in pyuddine, warm alcohols, benzene, or toluene, sparingly in 
warm ether. 

5-Thiocyanatomercuri-2-n-propylthiophene is readily obtained 
from the above compound in the usual manner. It crystallises from 
toluene in silvery plates, M.pt. 169° to 169-5° C., easily soluble in cold 
acetone, fairly soluble in benzene or toluene, sparingly in alcohol. 

5-Ghloromercurl-2-i8oamyIthiophene is obtained in 75 per cent, 
yield after the reaction mixture has stood for four days. It crystallises 
from benzene in fine needles, M.pt. 171-5° to 172° C., readily soluble in 
cold acetone or warm ether, sparingly in other cold solvents. If treated 
with sodium iodide it yields mercury 5 : 5'-di-isoamyl-2 : 2'-dithienyl. 

5 - Thiocyanatomercuri - 2 - isoamylthiophene forms glistening 
crystals, M.pt. 199° to 200° C. 

1 Steinkopf, Annahn, 1921, 424, 30. 



MERCURY. 


101 


5-Chloromercuri-2-beazylthiophene is obtained in 80 per cent, 
yield in four days. It yields small, snow-white crystals from toluene, 
M.pt. 189° to 191° C., having the usual solubilities. It does not yield a 
thiocyanato compound, but mercury 5 : 5'-dibenzyl-2 : 2'-dithienyl is 
formed instead. 

5-Thiocyanatomercuri-2-methylthiophene is deposited as pure 
white, microscopic crystals from ethyl acetate. It decomposes at 202° 
to 204° C., and when crystallised from xylene it is partially decomposed. 
It is readily soluble in pyridine or acetone, and the following solvents 
when heated: alcohols, ethyl acetate, or xylene. When 2 mols. of 
sodium thiocyanate are used in the preparation a body melting at 203° 
to 204° C, is isolated. 

5 - Bromomercuri -2 -methylthiophene . — To prepare this sub- 
stance mercury 5 : 5'-dimethyi-2 : 2'-dithienyl (1-97 grams) and 1*8 grams 
of mercuric bromide in 100 c.c. of acetone are rapidly brought to the boil, 
then cooled in ico. The bromide is precipitated by the addition of water. 
Yield 3-5 grams. It crystallises from ethyl acetate in shining, white 
needles, melting at 179° to 180° C., and ha\dng the usual solubilities. 

5 -lodomercuri -2 -methylthiophene, prepared in a similar manner 
to the bromide, crystallises from alcohol in silvery needles melting at 
111° to 112° C. It is readily soluble in cold ethyl acetate or benzene, 
less so in acetone unless heated. 

5-Chloromercuri-2-ethylthiophene may be crystallised from 
alcohol ; M.pt. 147° to 148° C. Yield 81 per cent. 

5 -Thiocyatiatomercuri-2-ethylthiopheae yields small plates from 
benzene ; M.pt. 167-5° to 169° C. 

5-Iodomercuri-2-ethylthiophene, prepared from the chloride 
using rather more than 2 mols. of sodium iodide in acetone solution, 
crystallises from much alcohol in silvery needles melting at 96° to 97° C., 
affected by light, 

(2 or 5) ?-Thiocyaiiatomercuri-3 -methylthiophene yields small 
crystals from benzene, melting at 169° C., sparingly soluble in acetone 
in the cold, easily when heated, but only sparingly in warm benzene or 
toluene. 

5-Hydroxymercuri-2-acetoxymercuri thiophene occurs as hair- 
fine needles, M.pt. 270° C. It is obtained from commercial benzene by 
boiling it with mercuric acetate. One kilogram of benzene, 40 grams of 
mercuric acetate, 300 c.c. of water, and 40 grams of acetic acid after 
boiling under reflux for thirty minutes give 32 grams of compound.^ 
It is o^y soluble in acetic acid, from which it crystallises as the diacetate; 
dry distillation with concentrated hydrochloric acid yields thiophene and 
mercuric chloride. 

3-Ohloromercuri-2-hydroxy-2 :3-dihydro-2 : 5 -dimethyl thio- 
phene mercuric chloride, ^ 

HO ^^CH.HgCl 

! 1 . HgOla 

OH,Ov^b.CH,OH 
S 

This compound is derived from 2 : 5-dimethyIthiophene in the usual 

^ Dimroth, Ber., 1899, 32, 768 ; Schwalbe, ibid,, 1905, 38 .2208. 

* Steinkopf, AnmL&fi, 1921, 424, 23. 



102 OEGA]C;rO]\IETALLIC COMPOUNDS. 

manner. It forms white cr 3 ^stals 5 M.pt. 186° to 187° C., insoluble in 
water, difficultly soluble in ether, cold alcohol, chloroform, or benzene, 
easily soluble in acetone or warm solvents. 

3-Chloromercuri-2 : 5-dimethylthiophene is contained in the 
mother-liquors from the above compound, and may be precipitated by 
the addition of water. It crystallises from alcohol in silky needles, 
M.pt. 156° to 157° C., insoluble in water, easily soluble in acetone or 
warm alcohol. It is also formed when the preceding mercuric salt is 
boiled for a long time with a little alcohol. The thiocyanate crystallises 
from benzene in snow-white crj^stals, M.pt. 177° to 177-5° C. 

The corresponding iodomereuri compound is obtained by treating the 
above chloride in acetone solution with sodium iodide. It crystallises 
from benzene in white, glistening needles, M.pt. 175° C. 

2-Chloromercuri“3 : 4-dimethyl thiophene occurs as white 
needles, M.pt. 137° to 138° C., easily soluble in warm benzene, chloroform, 
or cold acetone, slightly soluble in water. The crude product obtained 
in tliis preparation gives a residue insoluble in boiling alcohol and 
in the usual organic solvents. It is 2:5- dichloromercuri-3 : 4- 
dimethyl thiophene, which does not melt at 270° C. 

The corresponding 2-iodomercuri compound is prepared from acetone 
solutions of the chloride and sodium iodide. It gives yellowish plates 
Jrom benzol, M.pt. 142° C., easily soluble in acetone, carbon bisulphide, 
chloroform, or warm benzene and toluene, sparingly in alcohol. The 
ihwcijanato compound, recrvstallised from alcohol, melts at 178° to 
17i)-' C. 

5-Chloromercuri-2 : 3-dimethylthiophene, 

Mcl^lHgOl 

S 

may be ])rcpared from 140 grams of mercuric chloride solution, 30 grams 
of sodium acetate solution, 140 grams of alcohol, and 2 grams of 2 : 8- 
dimethylthioplu‘ne. A yield of 6 grams (97 per cent.) is obtained in five 
days. It crystallises from benzene in matted crystals, M.pt. 213° to 
214° C., easily soluble in cold pyridine or quinoline and sparingly in 
acetone unless lieated. No dichloromercuri compound is obtained. The 
ihioeijanato derivative forms matted crystals from much ethyl acetate, 
dccom])osing on heating at about 240° C. 

5-Chloromercuri-4-hydroxy-4 : 5-dihydro-2 : 4 -dimethyl thi- 
ophene mercuric chloride, 

I ^^e.OH 

I .HgOb 

Me's^HgCl 
S 

A saturated solution of mercuric chloride (264 grams), 54 grams of 33 
per cent, sodium acetate, 240 grams of alcohol, and 3*6 grams of 2 : 4- 
dimeth}dthiophene are allowed to stand for fifteen hours, when 12-7 grams 
of precipitate are collected. Yield 62 per cent. It forms fine crystals 
from benzene, M.pt. 167° to 168° C., and has the usual solubilities. 

5-Chloromercuri-2 :4-dimethylthiophene.— When 41 grams of 
the above compound are boiled for thirty minutes with 500 c.c. of alcohol, 
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19 grams of product are obtained, the filtrate yielding unchanged 
mercuric chloride addition product. After two crystallisations the body 
melts at 138° to 189° C. It is readily soluble in cold acetone, moderately 
soluble in carbon disulphide, sparingly in cold benzene, ethyl acetate, or 
alcohol, but easily soluble on heating. With sodium thiocyanate (2 
mols.) in acetone solution, it yields mercury 2:4:2': 4'-tetramethyl- 
5 : 5'-dithienyl. The corresponding thiocyanato compound is crystallised 
from alcohol, sinters at 170° C., and melts at 178° to 175° C. It is only 
sparingly soluble in the usual solvents in the cold and not very readily 
on heating. 

3-Chloromercuri-2 ; 5-diphenylthiophene, 

I ^^HgCl 

S 

111 order to prepare this substance 2 : 5-diphenylthiophene (1-4 grams) in 
000 c.c. of alcohol is treated with 50 grams of saturated mercuric chloride 
solution and 10 grams of 33 per cent, sodium acetate solution, and after 
twelve days a 0-3 gram or 11 per cent, yield is formed. The reaction 
can be made quantitative by altering the above quantities to 4 grams of 
the thiophene in 400 c.c. of alcohol, 160 grams of sublimate solution and 
28 grams of acetate solution, and boiling the mixture for two and a half 
hours. The whole is filtered, washed with a little cold alcohol, and re- 
crystallised from xylene. It forms matted cr 3 ^stals, melting at 221® to 
222® C., readily soluble in acetone or in hot xylene or toluene, sparingly 
in cold benzene, chloroform, or alcohol. It is transformed by sodium 
thiocyanate (2 mols.) in acetone, to mercury 2:5:2'; 5'-tetraphenyl- 
3 : 3'-dithienyl. The latter substance with mercury thiocyanate in 
acetone is converted into the S-thiocyanatomercuri derivative, which 
sinters at 180® to 200® C., but remains black and unmelted at 265® C. 


Dihydronaphthalene Compounds, 
2-Acetoxymercuri-3-hydroxy-tetrahydronaphthalene,^ 


CHa 

/\/\, 


\/\/ 

CHg 


jCH.HgOAc 

bH.OH 


A mixture of naphthalene and dihydronaphthalene is dissolved in ether 
and shaken with an aqueous solution of mercuric acetate. After twenty- 
four hours long needles of the acetate separate. It may be recr37'stal- 
lised from benzene or ligroin, the product melting at 122® C, It is 
soluble in potassium hydroxide, and if potassium bromide be added and 
carbon dioxide passed in, the bromide is precipitated. It crystallises 
from benzene in glistening crystals, M.pt. 159® C. The corresponding 
iodide is prepared from the acetate by treatment with potassium iodide, 
and when crystallised from benzene melts at 156® C., turning red. All 
the above salts are decomposed by 30 per cent, hydrochloric acid, 
naphthalene-free dihydronaphthalene being regenerated. 

1 Sand and Gennskr, jBer., 1903, 36, 3699. 
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Mercury Derivatives of Aromatic Compounds containing Halogen^ 
Nitro, or Sulphonic Acid Groups, 

In the case of halogen-substituted hydrocarbons it has been found 
that the sulphinic acid method of introducing the mercury gives the best 
results,^ and it is preferable to methods of direct mercuration using 
mercuric acetate at high temperatures. i i • • 

p-Chlorophenylmercuric acetate. — p-Chlorobenzene sulphmic 
acid, prepared from p-chloroaniline by Gatterman’s method, is dissolved in 
glacial acetic acid, and a solution of three molecular equivalents of m^cunc 
acetate in the same solvent added, and the whole boiled for fifteen 
minutes. The sulphinic acid is completely converted to the m^cury 
compound, and is obtained by filtering the reaction mixture, and pre- 
cipitating with water. Yield 70 per cent. The acetate is a white, 
crystalline solid, M.pt. 193® C., which yields pure p-chloronitrobenzene 
when treated with concentrated nitric acid at 65® C. for ten minutes. 
A suspension of the acetate in 10 per cent, aqueous potassium bromide, 
when treated with a slight excess of 10 per cent, bromine in 10 per cent, 
potassium bromide and shaken for one hour, yields p-chlorobromo- 
benzene. 

p-Chlorophenylmer curie chloride is obtained by treating an 
alcoholic solution of the acetate with 10 per cent, sodium chloride. 
It is a white solid, M.pt. 225® C., and may be ciystallised from alcohol. 

p-Bromophenylmer curie acetate, a white crystalline solid, M.pt. 
196® C., is prepared as the chloro compound. It may be converted by 
nitric acid to p-bromonitrobenzene, and by sodium chloride to the 
corresponding chloride, M.pt. 250° C. 

p-Iodophenylmercuric acetate, which melts at 191® C., is also 
known. The mercury may be replaced by bromine in potassium 
bromide solution, giving a bromo-iodobenzene. 

o-Chlorophenylmercuric acetate is a white, crystalline solid, 
M.pt, 115® C. ; the corresponding chloride melts at 145® C. 

o-Bromophenylmercuric acetate may be prepared in the usual 
way. It melts at 124® C. ; the chloride melts at 155® C. and sublimes at 
100® C. It yields o-dibromobenzene when treated with bromine in 
acetic acid solution. 

m-Chlorophenylmercuric acetate is a white solid, melting at 
133® C. It is soluble in alcohol, glacial acetic acid, benzene, or acetone, 
and slightly soluble in ether. The chloride is best recrystallised from 
alcohol and melts at 210® C. 

m-Bromophenylmercuric acetate is a white, crystalline solid, 
melting at 160® C. The chloride melts at 190® C. and yields m-dibromo- 
benzene by the usual treatment. 


Derivatives of Nitrobenzene. 

o-Nitrophenylmercuric chloride, N02.CeH4,HgCl,^ is prepared 
as follows 

1. Mercuric acetate, together with five times its weight of nitro- 

* Hanke, J, Amr. Ohem, 3oc,, 1923, 45 , 1321, 

* Dimroth, J3cr., 1902, 35 , 2032; Annakn, 1925, 446 , 148 ; Kharaseli and Chalkley, 
J, Amr, Chem, Boc, 1921, 43 , 607. 
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benzene, is heated in an oil-bath to 150® C. until a test portion treated with 
dilute sodium hydroxide does not give a precipitate of mercuric oxide. 
When the mass is cooled a small quantity (0*6 per cent.) of mercuric 
acetate crystallises out, and the mixture is filtered, the filtrate being 
decomposed by sodium chloride, and steam distilled. After cooling, a 
solid is obtained which is dried and extracted with ligroin, from which 
solvent pale yellow needles are deposited, several recrystallisations from 
acetic acid giving small, yellowish plates, M.pt. 181® to 182® C. (Dimroth).^ 

2. The starting material in this preparation is o-nitrobenzene sul- 
phinic acid, which may be prepared from o-nitroaniline by the diazo- 
reaction. Two grams of this acid in 20 c.c. of alcohol are added to 
6 grams of mercuric chloride in a mixture of 20 c.c. of alcohol and 20 c.c. 
of water, and the resulting solution boiled for forty-five minutes. The 
precipitate is extracted with acetone, the solvent evaporated, and the 
residue crystallised from 95 per cent, alcohol, when faint yellow crystals, 
M.pt. 185® C. (corr.), are obtained. Yield 3 grams (78 per cent.). 

The chloride is very soluble in acetone, soluble in hot alcohol or 
ether, only slightly soluble in water. W^hen treated with brontiine in 
potassium bromide for two hours on a shaking machine, and then 
extracted with ether, o-bromonitrobenzene, M.pt. 41® to 42® C., is 
obtained, which shows the mercury to be in the ortho position to the 
nitro group. No mercuric sulphide is obtained when the chloride is 
acted upon by ammonium sulphide, but when boiled with hydro- 
chloric acid nitrobenzene results. During the direct mercuration of 
nitrobenzene, mercury o-o' -dinitrodiphenyl, M.pt. 206® C., is also formed.^ 

m-Nitrophenylmercuric chloride. — Eight grams of the sodium 
salt of m-nitrobenzene sulphinic acid in 40 c.c, of water are added to 
21 grams of mercuric chloride in 100 c.c. of alcohol, and slightly more 
glacial acetic acid added than is required to liberate the sulphinic acid, 
after which the mixture is boiled for twenty hours. Extraction of the 
residue with acetone and recrystallisation from alcohol gives white 
crystals, melting at 236° to 237® C, Yield 5*7 grams (42 per cent.). 
The compound is less soluble in acetone or alcohol than the ortho 
derivative. 

p-Nitrophenylmercuric chloride is prepared in a similar manner 
to the ortho compound, but the yields are very poor, even after fifteen 
hours’ boiling. It crystallises from alcohol in colourless crystals, M.pt. 
265° to 266° C. (corr. ) with decomposition. 

2:4: 6-Trinitrophenylmercuric chloride, C6H2(N02)3.HgCl, 
melting at 202° C., is obtained by heating 2 : 4 : 6 : 2' : 4' : 6'-hexanitro- 
diphenyl with alcoholic mercuric chloride. When treated in aqueous 
suspension with iodine in potassium iodide solution it yields 2:4:6- 
trinitro-iodobenzene.® 

Derivatives of Nitrotoluenes. 

Ortho and p-nitrotoluenes are readily converted to mercury deri- 
vatives when boiled with mercuric oxide in the presence of sodium 
hydroxide, the metal in the compounds entering the side chain under 
these conditions. The derivatives of p-nitrotoTuene and 2 : 4-dimtro- 

^ See Dimroth, Anrwlen, 1926, 446, 148 ; Jurgens, Bee, trav, chim, 1926, 45, 61. 

- Wibaut and Jurgens, Verstag, Akad, Weten^, Amsterdam, 1922, 29, 1074. 

® Kharascli, J, Amer, Ohenu Soc,, 1921, 43, 2238. 
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toluene, however, are vei^ difficult to obtain in the pure state, but 
o-nitro toluene yields two well-defined coiiipounds.^ 

o -Nitrobenzylmercuric chloride, NO ^.C eH4.CH2.HgCI, yields 
colourless needles, M.pt. to 140^ C., easily soluble in acetone or 
benzene, with difficulty in alcohol or ether ; from its solutions in caustic 
alkali it is precipitated by acid.- 

o-Nitrodimercurihenzylidene oxide or anhydride of o-nitro- 
benzal dimercuric hydroxide, 

NOa-Cgllj-CHC; >0 

\Hg/ 

The mercuric oxide ol)taiiied from 297 grams of mercuric chloride by 
treatment with cold sodium hydroxide is well washed and added to a 
sohition of 44 grams of sodium hj^droxide in 2500 c.c. of water and the 
whole heated to boiling tinder a reflux condenser, bumping being pre- 
't’cnted by passing in a current of air. o-Nitrotoluene, 75 grams, is then 
added in small portions, the operation taking nine hours, and the whole 
is then boiled for 1 -5 hours. From this mixture 291 grams of crude, dry 
oxide are obtained, yield 9C-4 per cent. When hydrochloric acid is 
added to the motlicr-liquors 5-2 grams of crude omitrobenzylmercuric 
chloride arc precipitated. The crude oxide is dissolved in acetic acid, 
and precipitated by adding excess of sodium hydroxide, when dark 
yellow, crj’stalline masses arc isolated, M.pt. 220° C. 

Tlic oxide is partially decomposed by hydrogen sulphide into mer- 
curic sulphide and o-nitrotoluene, and by zinc dust and sulphuric acid 
it is reduced to o-nitrotoluene and mercury. When heated with nitrous 
acid it gives o-nitrobcnzaldehyde, which is also formed together with a 
small proportion of o-dinitrotolane, NO2.CeH4.CsC.C6H4.NOa, by boil- 
ing with nitric acid. The oxide, when treated in the cold with nitrous 
and hydrochloric acids, yields approximately molecular proportions of 
o-nitrobcnzaldeliyde and its oxime, the dinitrite formed by the nitrous 
acid being converted into the oxime by the hydrochloric acid, via a 
hypothetical nitroso derivative : 



The oxide is in general very stable towards acids and alkalies, but 
when boiled with 20 per cent, hydrochloric acid it is transformed into 
anthranil. Treatment with chlorine in presence of an excess of hydro- 
chloric acid gives o-nitrobeiizylmercuric chloride, and bromine and iodine 
yield the corresponding halides. 

The following salts have been prepared ; — 

Sulphate^ NO2.C6H4.CH— Hg2==S04. — ^Forms pale yellow, broad 
nee<fies or plates, giving with sotom hydroxide the free base, and on 
boiling with water an orange-yellow, basic sulphate, (N02.C6H4.CH(Hg 
OH )Hg )2S04* 

C/iioridtf, a pale yellow, amorphous compound, formed by adding dilute 

^ Reissert, Ber., 1907, 40, 4209; German Patents, 182217, 182218; see Buxton, 
Hammond, and Kenner, J. Ohm. Soe., 1926, p. 1802. 

* For preparation, see oxide, below. 
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hydrochloric acid to the base, and when boiled for 4*3 hours with sodium 
chloride solution, it is converted into a yellow liydroxvchloride 
N02.CeH4.CH(HgCl).Hg0H. 

Nitrate, pale yellow, by triturating the base with dilute nitric acid. 

Nitrite, by mixing the base with water, shaking with sodium nitrite, 
then with 10 per cent, sulphuric acid. 

p-Nitrobenzylmercuric chloride has only been obtained in an 
impure state by the above method, the product being converted into 
p-nitrobenzoic acid when treated with dilute nitric acid. 

2 : 4-Dinitrodimercuribenzylidene oxide. — ^Dinitrotoluenc (18-2 
grams) and 54*2 grams of mercuric chloride are dissolved in 600 c.c. of 
absolute alcohol, and to the solution 13*8 grams of sodium in 270 c.c. of 
absolute alcohol are quickly added, whilst the solution is rapidly stirred. 
A brownish-red, voluminous precipitate immediately separates, this being 
filtered off, washed with alcohol, then boiled several times with water 
to remove hydrochloric acid. Yield 58 grams. The product thus 
obtained is difficult to purify. When treated with hydrogen sulphide or 
10 per cent, hydrochloric acid it yields 2 : 4-dinitro toluene, and with the 
former reagent mercuric sulphide in addition. Concentrated nitric acid 
converts it to 2 : 4-dinitrobenzoic acid. 

Although in the preceding compounds, formed by the interaction of 
nitrotoluenes and mercuric oxide in hot sodium hydroxide solution, the 
mercury enters the side chain, it has recently been shown ^ that the 
mercury enters the nucleus when mercuric acetate and nitrotoluene are 
heated together at 140° C. 

4- Chloromercuri“2-njtrotoluene. — One part of mercuric acetate 
and 4 parts of o-nitrotoluene arc gradually heated with occasional 
shaking. The melt becomes orange-red at 110® to 120® C. and liquefies 
to a pale yellow solution as the temperature rises. A temperature of 
140® to 150® C. is maintained until a test indicates the absence of mercury 
ion s (after about four hours ) . After twelve hou rs a brown soli d con sis ting 
mainly of mercurous acetate separates, and the clear solution is poured 
into a large volume of ether and left for twenty-four hours. An amor- 
phous solid is deposited which consists of polymercuri comjjounds, and 
contains no monoacetoxymercuri derivatives. The ether is removed, 
the solution treated with sodium chloride solution, and excess of nitro- 
toluene removed in steam. The heavy, colourless product obtained is 
broken up and dried. It is fiirst extracted with ether in a Soxhlet 
apparatus, to remove any o-nitrotoluene, then recrystallised twice from 
hot acetone, the chloromercuri compound being deposited in silky 
needles, melting at 220*5° to 221® C. (corr.). It is sparingly soluble in 
the usual solvents, except acetone and hot glacial acetic acid. With 
bromine in chloroform, or iodine it yields 4-bromo- or 4-iodo-2-nitro- 
toluene respectively. 

The 4i-bromomercuri compound is a crystalline powder, M.pt. 241° C., 
and the iodide melts with slight decomposition at 286® C. 

The existence of 6 -chloromercuri -2 -nitrotoluene has also been 
proved. 

5 - Chloromercuri - 2 - nitrotoluene.— 2-Nitrotoluene - 5 - sulphinic 
acid is boiled with 50 per cent, aqueous alcoholic mercuric chloride for a 
week, any precipitate being perio^eally removed. The latter is washed, 
dried, and extracted with hot acetone, from which the compound 

1 Poffey, tf. Ghm, Boo., 1926, p. 637. 
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separates in. small, felted, shining needles, M.pt. 210° C. Its solubilities 
and general properties are similar to those of the 4-isomeride. 

5-Chloromercuri-3-nitrotoIuene.^— The mercuration is carried 
out by the method described under 4-chloromercuri-2-nitrotoluene. 
The crude product of mercuration is extracted with hot acetone, the 5- 
chloro compound remaining undissolved. It crystallises from glacial 
acetic acid in colourless, feathery needles, M.pt. 294° C., which yield 
5-bromo-3-nitrotoluene by treatment with bromine in potassium 
bromide solution. 

4-Chloromercuri-3-nitrotoIuene crystallises from the hot acetone 
extractions described above. It forms pale yellow needles, sintering 
at 207° C. and melting at 210° C. (corr.). It may be converted into 
4-bromo-8-nitrotoluene. The presence of 6-chloroniercuri-3-nitro- 
toluene in the mercuration products has also been proved. 

Pure products cannot be obtained by the mercuration of p-nitro- 
toluene with mercuric acetate at 140° C., so that the derivatives have 
been prepared from nitrotoluene sulphinic acids. 

2- ChIoromercuri-4-nitrotoluene is obtained by boiling 4- 
nitrotoluene-2-sulphinic acid with a 50 per cent, aqueous alcoholic 
solution of mercuric chloride. The product is washed with 50 per cent, 
alcohol, dried, and extracted with acetone, the compound separating out 
in feathery needles, M.pt. 230° to 231° C. (corr.). 

3- Chloromercuri-4-nitrotoluene is prepared from the sulphinic 
acid in the usual way. It crystallises in colourless needles, M.pt. 226° to 
227° C. (corr.), which may be converted into 8-bromo-4-nitrotoluene. 

Derivatives of Aromatic Sulphonic Acids.^ 

Mercuration of p -toluene sulphonic acid. — ^The sulphonic acid 
(190 grams) is dissolved in 750 c.c. of water and 35 c.c. of acetic acid, and 
the solution boiled and filtered. Mercuric acetate (820 grams) is treated 
in exactly the same way and the two solutions mixed whilst boiling 
and boiled for one hour. A sample diluted with an equal volume of 
water and treated with sodium hydroxide then gives a clear solution, 
and the mercuration is considered complete. The mixture is filtered 
wliilst boiling, and the solid, 81 grams, rejected; the filtrate on cooling 
yields 185 grams of a crystalline product. This is extracted with 
water in a Soxhlet apparatus, a crystalline solid being isolated, which is 
soluble in warm water, alkali, and salt solutions. When air-dried the 
formula corresponds to I. ; when dried over calcium chloride, II. ; and 
dried in vacuo over 2 )hosphorus pentoxide. III. 


OH, 

OH, 

CH 



/\|H«OH 

\/ 

n 

j-Hg 


SO,H 

so, 

1 

I. 

11 . 

III. 


The mercury in these compounds may be replaced by iodine, when 
2-iodotoluene-4-sulphonic acid is obtained. 

* Coffey, J. Ghtm. Hoc,, 1926, p. 3216. 

“ Whitmore and Ehrenfeld, J. Amer. C/mt. Soe., 1926, 49, 780. 
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The following substances have also been mercurated, but analysis 
indicates that the products are mixtures : benzene sulphonic acid and its 
sodium salt, sodium p-bromobenzene sulphonate, p-iodobenzene sul- 
phonic acid, 2 : 5-dichlorobenzene sulphonic acid, m-nitrobenzene sul- 
phonic acid, o-toluene sulphonic acid and its sodium salt, sodium p- 
toluene sulphonate, 2-chlorotoluene-5-sulphonic acid. The mercuration 
of the sodium salts is a much slower process than in the case of the free 
acids. 



CHAPTER VIL 


MERCURY (continued). 

Derivatives of Aromatic Amines. 

All the amines dealt with in the present chapter may be directly 
mercnrated by means of mercuric acetate, but it is impossible to predict 
how many mercury residues can be introduced into a given compound 
by comparing it with similar derivatives. This is clearly shown by 
comparing the chloro- and iiitro-anilines. Whilst four different acetoxy- 
mercuri derivatives may be obtained from the ortho compound of the 
former, the meta compound only yields a triacetoxymercuri derivative 
and the para compound a monomercurated product. o-Nitroaniline, 
hmvever, gi^’es a monomercurated compound, and the meta and para 
bodies yield mono- and di-mercurated products. 

From the table on p. 1 12 it will be seen that when a ring-substituted 
aniline has the para position to the amino group unoccupied, mercury 
invariably enters that iiosition. A similar statement holds for the ortho 
position to the amino group, but should tliese two be filled, the mercury 
may enter the C position, if vacant. 

It is also interesting to note that when the amino group in aniline 
is substituted by basic groups, mercury compounds have always been 
obtained having the metal in the ]iara position to the amino group, but in 
the case of the esters of the a-anilido fatty acids, the mercury always 
enters the ortlio position to the substituted amino groiq^, and in some 
cases the para position as well. 

In the case of the najihthylamines, the a-compoimd yields a diace- 
toxyniereuri derivative, but jS-naphthylamine gives only a mono- 
mereurated product. 

The acetoxymcTcuri compounds formed above are converted to 
chloromercuri salts by the addition of sodium chloride, and to the 
liytlroxides by means of sodium hydroxide. When the amino group is 
not substituted, water may be eliminated between this group and the 
hydrox>unerciiri residue, }delding an anhydride, e.g. p-aminophenyl- 
mercuric hydroxide is considered to exist as 

HN.CeH4.Hg or NH=CeH4=Hg 

\ 1 

In the case of the esters of a-anilido fatty acids and tolylglycine 
esters, the acetoxymercuri compounds when saponified by sodium 
hydroxide, eliminate water between the hydroxymercuri residue and 
the carboxyl group, thus forming anhydrides of the type 

NH CHg 

K I 

\Hg— 0 — CO 
110 
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The acetoxymercuri derivatives from aniline, sn1)stitiited aniline, 
and toluidine compounds, when treated with aqueous sodiuni thio- 
sulphate give mercuri-bis products of the type R 2 Hg, sometimes with 
the formation of a thiosulphate as an intermediate product, 

RHg.SaOgNa 

Other modes of forming the mercuri-bis compounds in special cases 
are as follows ; — 

1. 6- Acetoxymercuri -2 : 4-dichloroaniline with sodium hydrogen 
sulphate gives 6-mercuri“bis-2 : 4-dichloroaniline. 

2. p-Mercuri-bis-monomethylaniline is formed from the corre- 
sponding hydroxide by the action of sodium sulphide. 

8. p-Mercuri-bis-dimethylaniline may be olDtained by the preceding 
method, or from p-bromodimethylaniline by the action of sodium 
amalgam in the presence of ethyl acetate, or from the chloromercuri 
derivative by the action of metallic copper in pj’'ridine solution. 

4. o-Acetoxymercuri-p-bromodimethylaniline is converted into the 
RgHg compound by boiling for eight hours with potassium iodide in 
alcoholic solution. 

5. Mono- and diethylaniline derivativ^es undergo the same reactions 
as under 2 and 8. 

The diacetoxymercuri-o-chloroanilines when treated with sodium 
thiosulphate give compounds containing two benzene nuclei attached 
by two mercury bridges, and a doubly bridged mercury compound is also 
obtained when 2 : 2' : 4 : 4'-tetrachloromercuri diphenylamine is boiled 
with pyridine. 

The following derivati\''es are stable towards ammonium sulphide : 
p - acetoxymercuri-o-nitroaniline, o - acetoxymercuri -p-bromodimethyl- 
aniline, 2 : 4-diacetoxymereuri-a-naphthylamine, and p-dimethylamino- 
phenylmercuric acetate. If the latter compound be boiled with potas- 
sium iodide solution, then treated with hydrogen sulphide, only traces 
of mercuric sulphide are produced. Mercury compounds from ]8- 
naphthylamine, p-naphthylamine-6-sulphonic acid, 1 : 5-naphthylamine 
sulphonic acid are decomposed by ammonium sulphide, whilst naphthi- 
onic acid derivatives are only slowly attacked. 

The following methods have been used for substituting mercury 
residues in amines by halogens, in order to find the position of the 
mercury in the nucleus : — 

1. Treating an acetic acid solution of the compound with chlorine 
in the presence of calcium chloride. 

2, By the action of bromine in acetic acid solution. 

8. By the use of iodine in potassium iodide. 

4. By treating the compound with potassium perbromide. 

The following scheme shows the position taken up by mercury in 
mercurated amines, the figures on the right indicating the position in the 
nucleus. The terms mono, di, or tri indicate that a monomercuri, etc., 
derivative is formed, but its position has not been determined. All 
the rings are numbered in a clockwise direction commencing from the 
top, irrespective of the group occupying that position. This method of 
numbering applies only to the table, the nomenclature in the text being 
that in current use. 
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Derivatives of Aniline. 


When aniline is treated with mercuric acetate in aqueous solution at 
room temperature a mixture of o- and p-aminophenylmercuric acetates 
is formed. 


^pg.OAo 



\/ 


V 


%OAo 


In the earlier work on the mercuration of aniline, the para compound 
was obtained by Pesci, and he apparently found its molecular weight 
to be twice that required by the above formula. This error led him to 
formulate many substituted amines incorrectly, and many of the earlier 
formulae have since had to be revised. 

p - Aminophenylmercuric acetate.^ — - The most satisfactory 
method of preparation for this compound is the one described by Dim- 
roth as follows : To 81*8 grams of mercuric acetate in 160 c.c. of water, 
18*6 grams of aniline are added. In about three hours, short, thick. 


^ Pesci, QtmeUa, 1892, 22, i. 373 ; AUi Jt, Accad, Unm, 1892, (5), i. 312 ; Ghen. 
Zentr,, 1892, ii. 213; Piccmini and Ruspaggiari, Qazzelta, 1892, 22, ii, 604; Pesci, 
morg. Chem,, 1897, 1$, 208 j Qazzeita, 1897, 27, L 667 ; Dimroth, Bar., 1902, 35, 
2032; Vecohiotti, Qazzetta, 1914, 44, ii. 1350; i^itzenstein and Bdnitsch, J. praM, 
Okem., 1912, [2], 86, 73. 
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hard, pale yellow prisms separate. These consist of practically pure 
p-aminophenylmercuric acetate, and are filtered off. On further" stand- 
ing a second croj) of crystals is obtained, but these contain some ortho 
compound. Yield, 40 grams of pure para and 3 grams of ortho 
derivative. 

Less satisfactory preparations are : (1) Mercuration of aniline acetate 
with mercuric oxide, (2) from N-mercuri-amline, 

CeHgNH-Hg-NHCaHs 

by the action of mercuric acetate, acetic acid, or concentrated aniline 
acetate solutions. 

The compound crystallises in prisms, M.pt. 106° to 167° C., is in- 
soluble in water or ether, and with difficulty in alcohol or chloroform, 
although it may be recrystalliscd from the latter solvent without change 
of melting-point. It possesses basic properties, turning red methyl 
orange yellow in aqueous solution, and it is soluble in dilute mineral 
and acetic acids. When treated with cold acetic anhydride it yields an 
acetyl derivative, which crystallises as glistening needles from boiling 
water, M.pt. 220° to 221° C. The same compound was isolated by 
Pesci from acetanilide and mercuric acetate, the melting-point being 
given as 218° to 220° C.i 

Salicylaldehyde in absolute alcohol gives a mercurated Schiff’s base, 
small, yellow crystals decomposing at 185° C.^ 

The acetate can also be diazotised and coupled in the usual way, azo 
dyes containing mercury being produced. 


Condensation with DinitroplwiyVpyridinium Chloride? 

Five grams of the acetate in 450 c.c. of boiling alcohol are treated with 
1-2 grams of the pyridine compound in the same solvent. A red colora- 
tion immediately appears, and a brown solid separates. The reaction is 
completed by warming for one hour on the water-bath. The cooled 
mixture is filtered, the residue washed with alcohol, then extracted 
with acetone, until no residue remains on evaporation. The dried 
product is a bromi powder, M.pt. 244° C., insoluble in the usual 
solvents. Yield 3 grams. The substance probably has the following 
constitution : — 


Hg.OAc Hg.NH.CBH3(N02)3 

^ 'v' 

N-(CH)5— NH 

/\ 

H a 


A secondary reaction also takes place, giving a small quantity of 
substance blackening at 180° C. and not melting at 250° C. This is 
isolated from the filtrate and corresponds to the formula : 


^ Pesci, QazzeUa, 1894, 24, ii. 449 ; 1899, 29, i. 397. 

* Jacobs and Heidelberger, J. Biol, Ghem.^ 1915, 20, 518. 

* Reitzjeinstem and Stamm, J. praU. Chem,, 1910, [2], St, 154, 
VOL, XI, : I. 
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Hg.OAo HgOH 


I 1 


N-(CH)5— NH 
/\ 
H Cl 


If the above reaction be carried out in cold acetone solution, and 
water added after the reaction is complete, a brown precipitate is thrown 
down. This is extracted with acetone as before, a brown crystalline 
powder beincf obtained. It melts at 164'^ C., and is insoluble in all 
solvents. Yield ao to 40 per cent. The filtrate yields dinitroaniline. 
The product is formulated as : 

Hg.OAc Hg.OAc 
/\ 

i I i I 

• i I J 

\/ \/ 

N=(CH)6— NH 

H Cl 


Condensation mill Propargijl Acetal (acetal of p-ethoxy-acraldehyde).^ 

1. In alcohol— hydrochloric acid solution. Five grams of acetate 
(2 mols.) in 450 c.c. of alcohol are treated with 0*91 gram of propargyl 
acetal (1 mol.) and the mixture boiled for six hours. To the cold 
solution 1-47 grams of 35*39 per cent, hydrochloric acid are added, a pale 
yellow powder being obtained. It decomposes at 180® C. and no 
formula has been assigned to it. 

2. In aqueous acetic acid solution. The above quantities were 
again used and the mixture warmed on the water-bath for a daJ^ A 
yellow body is obtained, 0-3 gram, decomposing at 180® C. This sub- 
stance agrees with the formula, 

AcO.Hg,C8H4.NH.CH3=N.C6H4.Hg.OAc.HOAc 

When treated with alkali halides, the corresponding p-aminophenyl- 
mercuric halides are formed, and with alkali hydroxides the hydroxide 
is produced. 

p-Aminophenylmercuric hydroxide, NH2C6H4. HgOH.— Since 
it appears doubtful whether this compound exists, it is* usually formu- 
lated as an anhydride, 

nN.C6H4.Hg or HN=C6H4=Hg 

The corresponding acetate in dilute caustic alkali is treated with 30 
per cent, potassium hydroxide until a precipitate is obtained. This is 
filtered and dried. Its solutions are strongly alkaline, and it readily 
forms salts with acids. In water it is only slightly soluble, and if the 
solution is heated with alkali sulphides a precipitate is formed, which 
consists of mercuric sulphide and p-mercuri-bis-aniline. The end 
product of the action of methyl iodide in methyl alcohol solution on the 
anhydride is HgI.C6H4.NMe3l, and when this is treated with barium 
hydrosulphide, mercuric sulphide is split off and the following substance 
remains, Hg(C6H4.NMe3l)2). 

1 Eeitzenstein and Bdnitsch, J, ^akt. Chem,, 1912, [2], 86, 73. 
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p-Aminophenylmercuric Halides and Salts. 

Chloride. — Five grams of finely jmwclcred acetate arc dissolved in 1-5 
litres of water, 10 c.e. of saturated sodium chloride solution are added, and 
the mixture boiled. The solution soon becomes clear, and after filtering 
glistening plates appear as the solution cools. These when rccrystallised 
from alcohol or benzene melt with decomposition about ISS’^ C. 

A second form of the chloride is known, this being amorplious. The 
acetate is dissolved in acetic acid and the calculated amount of aqueous 
sodium chloride added. The chloride comes down as a faint yellow 
precipitate. It is insoluble in water, alcohol, or dilute acids. 

The crj^stalline chloride was obtained in 30 per cent, yield by Rcitzen- 
stein and Stamm, the acetate and sodium chloride solution being boiled 
for thirty minutes. The plates, which were recrystallised from benzene, 
melted at 240® C. When treated with sodium thiosulphate, p-amino- 
phenylmercuric thiosulphate is formed, and from the amorphous form 
Pesci isolated a crystalline product by the action of alcoholic aniline 
hydrochloride. It crystallised in fine, colourless needles, decomposing 
above 150® C. 


Co7idensaiio7i with Binitrophenylpyridinium Chloride, 

To 3 grams of the chloride in 500 c.c. of boiling alcohol, 1-29 grams 
of the pyridine compound in alcohol are added ; the solution immedi- 
ately becomes yellow, and later red. The mixture is boiled for one hour, 
cooled, and filtered. The reddish-brown residue is washed with boiling 
acetone, and dried over sulphuric acid. The red-brown powder melts 
at 125® C., and is insoluble in most organic solvents. Yield 50 per cent. 
Formula ; 

-{CH)5— NH 


If the reaction be carried out in cold acetone, and the pyridine com- 
pound dissolved in methyl alcohol, the solution becomes deep red on 
mixing, and in two hours a reddish precipitate separates. This product 
melts at 151® C., and is insoluble in most organic solvents. Yield 30 to 
40 per cent. 




Condensation with Propargyl Acetal, 

1. In benzene solution. Two grams of the chloride (2 mols.) in 
500 c.c, of boiling benzene, and propargyl acetal (1 moL ) are boiled for 
two hours. Benzene saturated with hydrogen chloride is added, and 
yellow flocks separate. These are filtered and washed with ether, giving 
a very light, pale yellow powder. 

2. In hydrochloric acid. Five grams of chloride in 200 c.e. of 
water, 0»78 gram of hydrochloric acid (density 1*10), 0*98 gram of 
propargyl acetal are warmed for a day on the water-bath. An orange- 
yellow body (5 grams) separates. It sinters at 210® C. and probably 
has the formula : 


HgCI.C6H4.N=CH3.NH.CeH4.HgCl 
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Comlemaiion with Ethoxyacrdlein AcetaL 

If the reaction be carried out as above, an orange-coloured bod^" is 
obtained, wliieh darkens at 100® C. and melts at 190® C. Formula : 

yOEt 

-CH=CH-CH< 

The following p-aminophenylmercuric salts are obtained by the 
action of the corresponding alkali salts on the acetate .• bromide, 
colourless laminae, M.pt. 182® C. : iodide^ M.pt. 165° C. (with decom- 
])Osition) ; nitrate, microscopic crj^stals : sulphate, needles, M.pt. 150® C. 
(with decomposition) ; thiosulphate, colourless plates, M.pt. 95® C. 
(with decomposition). 

p-Mercuri-bis-aniline, (NH 2 C 6 H 4 ) 2 lIg. — ^This product is most 
readily formed by lieatiiig the above thiosulphate with water. ])- 
Mercuri-bis-acetanilide heated at 100® C. in sealed tubes with alcoholic 
j)otassium hydroxide yields the same compound. It crystallises in 
colourless needles, M.pt. 174° C. (with decomposition). 

o-Aminophenylmercuric acetate occurs as previously stated in 
small yield in the mother-liquors from the para compound. It has 
similar proj^erties to its isomer, and is readily soluble in dilute mineral 
acids, acetic acid, or dilute alcohol, crystallising from the latter in 
pearly plates, M.pt. 158® to 160® C. The acetyl derivative is made from 
its comj)onent.s with ice cooling, and crystallises from acetic acid in 
])lates, M.pt. 156® to 158® C. These when treated with aqueous bromine 
in potassium bromide solution yield o-bromoacetanilide, which proves 
the constitution of the mercury compound. 


ClHg<;^ ^KH 


Condensation with Dirdtroplienylpyridinium Chloride. 

The acetate (2-5 grams) in 400 c.c. of acetone is treated with an 
acetone solution of the pyridine compound. A slight evolution of heat 
takes ]:)lace, the liquid becomes red, and a red precipitate separates. 
The solvent is evaporated vacuo. Yield 0*7 gram. Formula : 


<( )>N=(CH).-^<( ^ 




g.OAo 


H ca 


Efe.NHCjH3{NOjj)3 


p-Aminophenylmercuric chloride, obtained by adding sodium 
chloride to the acetate in acetic acid, recrystallises from 'the latter in 
long, colourless plates. It may be isolated from the mixed acetates 
formed during the raercuration of aniline by dissolving them in acetic 
acid and adding sodium chloride, a mixture of amorphous para chloride 
and crystalline ortho chloride being obtained. These can be separated 
by warm alcohol, in which only the ortho chloride is soluble. 

2 : 4-Diacetoxymercuri aniline, ^ 

NHj 

|^|Hg.OAo 




Hg.OAc 

1 Vecchietti, Qazzetta, 1914, 44, ii. 1350; Ghem. Zmlr., 1914, ii. 1350; Pesci, Ghem, 
Zeit,, 1899, 23, 68 ; Qazzetta, 1899, 29, L 394. 
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A mixture of 23*25 grams of aniline and 160 grams of mercuric acetate in 
200 c.c. of water is allowed to stand for two days. The deposit of crystals 
is suspended in ammonium acetate solution, brought into solution by 
tlie addition of ammonium hydroxide, the mixture neutralised by acetic 
acid, and the precipitate allowed to stand for twelve hours. It is then 
waslicd with dilute acetic acid, and the above operation again repeated. 
It er^’^stallises in warty prisms, M.pt, 206° C., soluble in acetic acid or 
ammonium hydroxide, slightly soluble in boiling water, and insoluble in 
alcoliol. When boiled for twelve hours with acetic anhydride, the 
acetyl derivative is formed as colourless, microscopic tetrahedra, M.pt. 
220° C. The mercury may be removed by bromine in acetic acid 
solution, 2 : 4-dibromoacetanilide being obtained, this proving the position 
of the mercury in the nucleus. When the diacetate is triturated with 
water and treated with potassium hydroxide, the dihydroaymercuri 
compound is formed. It crystallises in microscopic needles, decompos- 
ing at 350° C., slightly soluble in boiling water, insoluble in alcohol. 

Derivatives oe Halogenated Anilines. 

p-Acetoxymercuri-o-chloroaniline.^ — This product is one of a 
series of four derivatives obtained from the interaction of o-chloroaiiilinc 
and mercuric acetate, in aqueous or dilute alcoholic solution. It 
crystallises from alcohol in white needles, M.pt. 134° C., and when 
treated with alkali, forms an hydroxide, decomposing at 205° C. The 
latter compound, or the acetate, when treated with aqueous sodium 
chloride yields the chloride, a compound decomposing at 174° C. 

The acetate when acetylated gives a crystalline product, M.pt. 288° 
to 239° C., and this when dissolved in acetic acid and treated with 
calcium chloride and chlorine gives o-p-dichloroacetanilide, showing 
the position of the mercury in the nucleus. 

p-Mercuri-bis-o-chloroaniline, M.pt. 138° C., is prepared in the 
usual manner by the action of sodium thiosulphate on the acetate. 

A second vionoacetoxymercuri compound, isomeric with the above, is 
isolated from the products of mercuration. It crystallises in yellow 
needles, M.pt. 143° C., but the position of the mercury has not been 
determined. 

The other two compounds from o-chloroaniline are diacetoxy deri- 
vatives. 

4 :6-Diacetoxymercuri-o-chloroaniline, NHg-CgHaC^Hg.OAc).^, 
decomposes at 220° C., and yields an hydroxide decomposing at 250° C. 
and a chloride at 190° C. The acetate gives an acetyl derivative, M'.pt. 
230° C., from which 2:4: 6-trichloroaniline may be obtained in the usual 
way. The acetyl derivative of the chloride decomposes at 276° C. The 
action of sodium thiosulphate on the acetate results in the production of 
a compound decomposing at 200° C., which is cither 4:6-mercuri- 
chloro- aniline (I.) or 4:6-dimercuri-bis-o-chloroaniline (II.) 



4:S-Diacetoxymercuri-<>-chloroaniline melts at 282° C., and 
^ Veochiotti and Miclietti, GeeszeUa, 1925, 55, 372. 
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its acetyl derivative at 230° C. The latter in the usual manner yields 
2:4: S-tricliloroacetanilide. Concentrated sodium thiosulphate on the 
diacetate produces either 4 :5-mercuri-o-chloroaniline (III.) or 
4:5-dimercuri-bis-o-chloroaniline (IV.), decomposing at ICO® C. 


I™-! 


(IV.) 

f'l i I h 


6-Acetoxymercuri-2 : 4-dichloroaniline ^ is prepared in the 
usual manner from 2 : 4-dichloroaniline and mercuric acetate in dilute 
alcoholic solution. It melts at 170° to 171° C., forms a hydroxide and 
chloride, ]M.})t. 230° C. and 193° C. respectively. The acetyl derivative, 
M.pt. 283° C., yields 2:4: 6-trichloroacetanilide. In this case a mer- 
curi-bis compound is obtained by the action of sodium hydrogen sul- 
phate on the acetate. It is 6-mercuri-bis‘2 : 4!-dichloroaniline, M.pt. 
1G8° C. 

When m-chloroaniline is merciirated in aqueous solution, using 
mercuric acetate, no mono- or diacetoxy derivatives are obtained, but 
only a triacctoxy compound.^ 

2:4: 6-Triacetoxymercuri-m-chloroaniline melts at 210° C. ; 
the trihydroxymercuri and tr'ichloromercuri compounds decomposing at 
225° C. and 205° C. respectively. The triacetate when acted upon by 
chlorine in the presence of calcium chloride yields 2:3:4: 6-tetrachloro- 
anilinc. 

o-Acetoxymercuri-p-chloroaniline ^ crystallises in prismatic 
needles, M.pt. 207° C. It forms a hydroxide and chloride, the former a 
white precipitate, and the latter needles, M.pt. 205° C. When acetylated 
the acetate yields 2-acetovymercuri-p-chloroacetanilide, which is con- 
verted by chlorine to 2 : 4-dicliloroacetanilide. 

o-Iodoaniline, unlike the corresponding o-chloroaniline, only yields 
one dc^ivati^'e when treated with mercuric acetate. 

4-Acetoxymercuri-o-iodoanilinemeits at 149° C.,* the hydroxide 
has M.pt. 152° C. ; the iodide, M.pt. 183° C. With iodine the acetyl 
deri^'ative gives 2 : 4-di-iodoacetanilidc.^ 

Similarly, p-iodoanilinc yields 2-acetoxymercuri-p-iodoanilme, 
M-])t. 179° C. ; an hydroxide, M.pt. 250° C. ; an iodide, decomposing at 
105° C. ; an acetyl derivative, M.pt. 205° C., converted by iodine to 2:4- 
di-iodoacetanilidc. 


DekivativjES of Nitroanilines.® 

p-Acetoxymercuri-o-nitroaniline, 


NHj 

rr* 

\/ 

Hg.OAo 


^ \>cchi(»tti iukI Caraiii, ikiszetUi, 192G, 56, 147. 

* ^ ecchiotti, Gazzetta, 1926, 56, 216. 

® \ ecchiotti, Gazzetta, 1924, 54, 411. 

* Veoc'hiotti and Michetti, Gazzetta, 1926, 56, 480. 

« Khara^li, Lonnuen, and Jacobsohn, J, Atmr, Ohem. iSoc., 1922, 44, 793. 
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To a solution of 9-2 grams of mercuric acetate in 15 c.c. of water 
containing a few drops of acetic acid, a solution of 4 -7 grams of o-nitro- 
aniline in 60 c.c. of alcohol is added, and the mixture boiled for one hour. 
The liquid is filtered whilst hot, and on cooling the compound separates. 
It is recrystallised from alcohol containing a little acetic acid, yellow 
crystals being deposited. It does not melt at .300° C., but turns red very 
gradually. It is stable toAvards ammonium sulphide. 

p-Chloromercuri-o-nitroaniline is obtained from the preceding 
compound by adding aqueous sodium chloride or alcoholic calcium 
chloride to its alcoholic solution. It is orange in colour and has no 
me] ting-point. Dilute al kali turns it red . 

Ouinone - { 1 ) -imide aci - (2 ) - nitro - (4 ) -mercury, 

NH 


II 

=N=0 

ig-0 



This compound is produced when any of the mercury derivatives of 
o-nitraniline are heated in the dvy state or treated with dilute sodium 
hydroxide or even upon boiling with alcohol. The yields are 
quantitative. 

p-Acetoxymercuri-diacetyl-o-nitroaniline, AcO.Hg.CeHa.NOa. 
NAcg.— The acetate is heated under reflux with acetic anhydride and 
ethyl acetate. A straw-yellow substance is deposited on cooling, M.pt. 
194° C. with decomposition, giving a yellow solution in sodium hydroxide. 
This compound may be converted to the monoaceiylderivativehy suspend- 
ing it in water and adding dilute sodium hydroxide. A yellow solution 
is formed, from which dilute acetic acid gives a yellow crystalline 
product. It dissolves in sodium hydroxide, giving a yellow solution 
which slowly deposits a red precipitate. It decomposes at 194° C. 
The position of the mercury is proved by shaking the acetyl com- 
pound with potassium perbromide, when the mercury is replaced by 


bromine. . 

p-Acetoxymercuri-m-nitroaniline. — A solution of 9-6 grams of 
mercuric acetate in 40 c.c. of water is added to a solution of 4*2 grams of 
m-nitro aniline in 60 c.c, of alcohol, and the whole heated for three hours 
on the water-bath. The hot solution is filtered, and the solid residue 
repeatedly extracted with alcohol containing a little acetic acid. A 
dark-red residue remains, M.pt. 225^ C,, which is the diacetoxy compound 
below. The alcoholic extract is evaporated and the residue recrystal- 
lised from a mixture of alcohol and acetic acid. Aellow product, 
M.pt. 183° C. 

o-p-Diacetoxymercuri-m-nitroaniline. — Obtained as above or 
by boiling an alcoholic solution of 4*2 grams of m-nitroaniline with 19 *4 
grams of mercuric acetate in aqueous solution until a test gives no 
mercuric sulphide when reaction mixture is treated with ammonium 
sulphide. Red compound, M.pt. 225° C. The acetyl privative is a white 
compound, melting with decomposition at 280*^ C. The position of the 
mercury is determined by the aid of potassium perbromide. 

o-Acetoxyinercuri-p-nitroaiiiIiiie.^This substance is best pre- 
pared similarly to the corresponding o-nitroanilinc> but it may also 
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be isolated by treating the compound shown below with mercuric 
acetate, 

^=N=o 

0 — Hg — 0 

(p-Quinone-imide aoi-nitro mercury). 

The acetate is a yellow, crystalline comi)ound, which is unchanged at 
300"' C. Its acetyl derivative is a white, ctystalline product. 

o-Chloromercuri-p-nitroaniline is an orange-yellow product 
soluble in alkali. It docs not melt below 300° C. 

2 : 6-Diacetoxymercuri-p-nitroaniline. — An alcoholic solution of 
0 grams of p-nitroanilinc is boiled with an aqueous solution of 18*4 grams 
of mercuric acetate. Any monomercuri compound is removed from the 
residue by washing with hot alcohol containing a little acetic acid, and 
the product is then dissolved in pj'^ridine to remove any metallic mercury. 
The addition of acetone precipitates the compound, which is dried in 
vacuo. It is orange in colour and does not melt at 300° C. 

Ouinone-<l)-imide aci-(4)-nitro-(2)-mercury is formed by 
treating any of the preceding compounds with dilute alkali, heating alone 

NH 

II 

0 


or with alcohol. The compound is maroon in colour, and with acetic or 
hydrochloric acid gives the acetate or chloride respectively, which do not 
melt below 300° C, 

o-Mercuri-bis-p-nitroattiline,(C6H3,NH2.N02)2Hg. — ^Theacetate 
is moistened with alcohol, suspended in \vater, and aqueous sodium 
thiosulphate added. Solution takes place, and the whole is boiled for 
six minutes ; a yellow precipitate soon forms. It is purified by extrac- 
tion with alcohol. Yield 86 per cent. 

Derivatives of Mono- and Di-alkylanilines. 

p-Methylaminophenylmercuric acetate, NHMe.C 6 H 4 .Hg.OAc.i 
— ^Thc preparation is carried out in the usual manner from mercuric 
acetate and monomethylaniline in aqueous alcoholic solution. The com- 
pound crj^stallises in glistening plates, M.pt. 149° C. with decomposition ; 
it is soluble in hot alcohol or dilute acetic acid, insoluble in ether or water. 
When treated with potassium hydroxide, the hydroxide is formed. This 
crystallises in pearly plates, containing water of crystallisation, and 
melts at 118° C., decomposing at 120° C, It forms strongly alkaline 
solutions, w'hich have a caustic taste. In alcohol it is readily soluble, 
sparingly soluble in water, insoluble in ether. 

The following salts are also known : chloride, yellow, amorphous 
powder, M.pt. 108° C. with decomposition, becoming green on exposure 
to light ; bromide, M.pt. 120° C., has same properties as the chloride ; 

1 Pesci, Gazzetki, 1893, 23, ii. 621, 529; Ohem, Zentr,, 1894, i. 601 : Zeitach. anorg, 
Ckarn,, 1897, IS, 216. ^ 
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nitrate, hexagonal plates, decomposing suddenly at 150' C. ; aulphate, 
microscopic prisms, M.pt, 180° C. with decomposition, becoming grey- 
green on exposure to light. 

p-Mercuri-bis-monomethylamline is prepared from the hydrox- 
ide by the action of sodium sulphide. It crystallises from benzene in 
lustrous, colourless needles, M.pt. 178° to 179° C., sparingly soluble in 
alcohol, insoluble in ether. 

p -Nitro “0 -acetoxymercuri -monomethylaniline — The follow- 
ing general method of preparation for compounds of this type has been 
given. One molecule of the compound in a small volume of alcohol 
is boiled with an aqueous solution containing 0*9 mol. of mercuric 
acetate until a test portion gives no precipitate with ammonium sul- 
phide. The solution is filtered whilst hot, and the mercurised acetate 
crystallises out on cooling. The mother-liquor from this, when treated 
with aqueous sodium chloride, yields the chloromercuri compound. 
Yields are quantitative. The substance forms small, yellow crystals, 
M.pt. 197° C. with decomposition, soluble in acetoiie and alcohol-acetic 
acid. The corresponding chloride is a yellow crystalline compound, melt- 
ing with decomposition at 215° C., soluble in acetone or boiling alcohol. 
p-Dimethylaminophenylmercuric acetate ^ may be obtained : 

1. By the interaction of the amine and mercuric acetate at room 
temperature. 

2. By dissolving yellow mercuric oxide in an aqueous solution of 
dimethylaniline acetate. 

It crystallises in colourless, glistening needles, M.pt. 165° C., soluble 
in benzene, chloroform, or dilute acetic acid, insoluble in water. No 
mercuric sulphide is precipitated when it is treated with cold ammonium 
sulphide. Boiling with potassium iodide and subsequent passing of 
hydrogen sulphide only gives traces of mercuric sulphide.^ The hydrox- 
ide is formed by the action of sodium hydroxide, and crystallises in 
microscopic prisms, turning brown at 150° C. and melting at 179° C. 
It is fairly soluble in warm water, the solution being feebly alkaline. 
On boiling the hydroxide with methyl iodide a quaternary ammonium 
compound is formed, HgI.CtjH 4 .NMe 3 l. This crystallises from boiling 
water in thin, flexible needles, which turn browm at 21 8° C. and melt at 
280° C. on rapid heating. It is not attacked by boiling potassium 
hydroxide, but moist silver oxide yields the corresponding base as a 
caustic liquid, which rapidly absorbs carbon dioxide. The methiodide 
gives a chloride when treated in aqueous solution with silver chloride, 
which crystallises in small needles, soluble in water or alcohol. The 
latter yields a double salt with mercuric chloride, crystallising in laminuj, 
M.pt, 225° C. with decomposition. 

The acetate with sodium chloride solution gives p-dimethylamino- 
phenylmercuric chloride. The latter may also be obtained by 
shaking a benzene solution of p-mercuri-bis-dimethylaniline with a 
saturated benzene solution of hydrogen chloride, or from alcoholic p- 
mercuri-bis-dimethylaniline and mercuric chloride.'^ It crystallises 
from boiling alcohol in hexagonal plates, M.pt. 225° C., becoming red 
and decomposing. It is soluble in cold hydrochloric acid or chloroform, 

^ Kharasoh and Ja;Oobsolin, J, Aimr. Chem. 1921, 43, 1894. 

* Pesci, be. cit. ; Dimroth, Rer., 1902, 35 , 2032, 

* Dimroth, Zeil. amrg. Ohem., 1903, 33, 314. 

^ Miohaelis and Rabinerson, Ber,, 1890, 23 , 2342. 
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but less soluble in benzene. Warmed with sodium carbonate it yields 
dimethvlaniline and mercuric chloride. The corresponding bromide 
melts at 226^ C., and the iodide forms colourless plates, M.pt. 195° C. 
with decomposition. 

p-Mercuri-bis-dimethylaniline,^ 

1 . The p-l>romodimethvlanilinc derived from 100 grams of dimethyl- 
aniline is dissolved in grams of xylene, 1/10 the volume of ethyl 
acetate added, and suflicicnt 1*5 per cent, sodium amalgam to give 
double the quantity of sodium required for tlie reaction, and the mixture 
boiled for twenty-four hours. The mass is filtered and the filtrate dis- 
tilled under reduced pressure, a faint yellow crystalline residue resulting, 
which changes to a white powder in contact with air. 

2 - By treating p-dimethylaminophcnylmercuric chloride in pyridine 
with metallic copper. Yield 81 per cent.^ 

3. p-Dimethylaminophenylmercuric hydroxide in aqueous sus- 
pension is reduced by sodium sulphide, the product being extracted 
from the resulting precipitate by hot benzene. 

It crystallises from benzene in needles containing benzene, this 
benzene of crystallisation being lost on standing in air. It is slightly 
soluble in alcohol or ether, but readily in chloroform, the crystals melting 
at 169° C. It is precipitated from its dilute hydrochloric acid solution 
by sodium hydroxide, but warming with hydrochloric acid leads to 
decomposition. It readily reacts with phosphorus trichloride to give 
dimcthylamidophosphenyl chloride, CI 2 P.CeH 4 .NMe 2 . 

When 2 mols. of p-mercuri-bis-dimethylaniline in benzene solu- 
tion are treated dropwise with a solution of thioiiyl chloride in the 
same solvent, a bright yellow product is precipitated. The reaction is 
represented as follow’s : — 

2(CeH4NMe2)2Hg+SOG2-(CeH4NMe2)sS.O.Hg.C6H4NMe2+HgCl^ 

This compound is decomposed by hydrogen sulphide, hexamethyl- 
triamidotriphenylsulphine chloride being obtained.^ 

Methyl iodide reacts with p-mercuri-bis-dimethylaniline to form the 
quaternary ammonium compound (C 6 n 4 .NMe 3 l) 2 Hg, colourless crystals, 
becoming yellow' at 218° C. and melting at 230° C. This yields the 
corresponding chloride with silver chloride, the mercuric chloride double 
salt of w'hich decomposes at 225° C. 

o-Acetoxymercuri-p-bromodimethylaniline.^ — An alcoholic 
solution of p-bromodimethylaniline and an aqueous solution of mercuric 
acetate are mixed at 30° C., tightly stoppered in a bottle, and allowed 
to stand for six days. Needles separate out in 74 per cent, yield. If 
more concentrated solutions are used and heat is applied only a brown oil 
is obtained, which does not crystallise after standing for three months, 
and a lower yield also results wlien the mercuric acetate is slowly added 
with vigorous stirring. The acetate crystallises in white needles, 
M.pt. 144° C., very soluble in hot methyl alcohol or carbon disulphide, 
fairly soluble in hot ethyl acetate, benzene, carbon tetrachloride, or 
cold concentrated ammonium hydroxide, practically insoluble in water 

1 Pesci, (HazzeUat 1893, 23, ii. 521 ; Michaelis and Schlenk, Ber., 1888, 21, 1501 ; 
Jnnalen^ 1890, 260, 6. 

= Hein, Wagler, and Retter, Ber., 1925, S8» [B], 1507. 

» Michaelis and (iodchaux, Her., 1891, 24, 758. 

* Whitmore, J. Aimt. Ohm,. Hoc., 1919, 41, 1841. 
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or petroleum ether. No black mercuric sulphide is precipitated by 
ammonium sulphide. The following salts are also known : — 

Chlo7'ide, from alcoholic^ solution of acetate by alcoholic calcium 
chloride ; separates from alcohol or benzene in felted masses of needles, 
M.pt. 183® C. Bromide, forms larger crystals than the chloride and is 
more soluble ; M.pt. 182® C. Iodide, much more soluble, M.pt. ICO® C. 
Thioajanate, fine white, gritty erj’^stals, M.pt. 135® C., decomposing at 
140° C. Hydroxide, from alcoholic acetate and the requisite amount 
of sodium hydroxide in alcohol, forms hard, \varty masses of crystals, 
M.pt. 362° C. Foiinate, fine felted needles, M.pt. 145® C., decomposing 
at 150® C. 

Mercuri-bis-p-bromodimethylaniline. — The acetate, 27*6 grams, 
is mixed with 23 grams of potassium iodide in 200 c.c. of alcohol, and the 
mixture heated under reflux for eight hours. The precipitate is filtered 
and extracted with cold benzene to remove impurities. Yield 35-5 
grams, 86 per cent. Four crystallisations from benzene give fine, white 
needles, M.pt. 123° C., readily soluble in cold benzene, toluene, ether, 
acetone, or carbon disulphide. Smaller yields of this compound are also 
obtained from the above acetate by the action of sodium thiosulphate or 
potassium sulphide. 

The mercuri-bis compound reacts with mercuric chloride, bromide, 
iodide, and thiocyanate, giving good yields of the above salts. 

o - Nitr 0 -p - acetoxy mer cur i - dimethylaniline . ^ — The preparation 
of this and the following compounds has been described under p-nitro- 
o-acetoxymercuri-monomethylaniline (p. 121). It is a bright yellow, 
crystalline substance, M.pt. 160® C., soluble in the usual organic solvents. 
With sodium chloride solution it yields the p-chloro derivative, a red 
amorphous product, M.pt. 185° C. with decomposition, soluble in acetone 
or boiling alcohol. 

m-Nitro-p-acetoxymercuri-dimethylaniline occurs as brilliant 
orange needles, M.pt. 140° C., soluble in the usual solvents. The 
chlojHde is red and amorphous, M.pt. 220° C. with decomposition. 

p-Ethylaminophenylmercuric acetate^ forms colourless prisms, 
M.pt. 180® C., insoluble in water. Treated in alcoholic solution with 
calcium chloride, the chloride is obtained as hexagonal plates, M.pt. 
143® C., soluble in boiling alcohol, but insoluble in water. The acetate 
reacts with potassium hydroxide to form the hydroxide, colourless 
needles, decomjposing at 145° C., slightly soluble in cold water, insoluble 
in ether. This hydroxide ^\ith methyl iodide yields the quaternary 
ammonium compound, HgI.C 6 H 4 .Et.NMe 3 l, which crystallises in long, 
colourless, glistening needles, M.pt. 202® C., easily soluble in hot water, 
and unchanged by caustic alkali. From this may be obtained the 
chloride, colourless needles, which form a double salt with mercuric 
chloride, M.pt. 169® C., and the hydroxide, which forms a highly caustic 
solution which absorbs carbon dioxide from the atmosphere. 

p -Mercuri-bis -monoethylaniline is obtained by the action of 
sodium sulphide on the hydroxide. It crystallises from boiling xylene 
in colourless needles, M.pt. 166® C., whilst from alcohol or benzene it 
crystallises in plates, 

p-Nitro-o-acetoxymercuri-monoethylaniline occurs as small 
yellow crystals from alcohol, M.pt. 183® C. The chloride is a yellow, 

^ Kharasch and Jaoobsohn, J, Amer. Ohem> Boo,, 1921, 43, 1894. 

* Pesci, ZeUsch. anorg, Che.m.^ 1897, iS> 208. 
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aniorplious solid, M.pt. 218° C. Both are soluble in alcohol or 
acetone.^ 

p-Diethylaminophenylmercuric acetate^ forms colourless, gli^ 
tcning needles, M.pt. 104*4° C., soluble in alcohol, ether, or dilute acetic 
acid, insoluble in water. The chloride crystallises in thin needles, M.pt. 
164*5° C., sparingly soluble in hot water, and when heated with aqueous 
sodium carbonate yields an oxide, (Hg.C 6 H 4 .NEt 2 ) 20 ,^ crystallising in 
lustrous, colourless needles, M.pt. 220° C.^ The hydroxide forms colour- 
less needles, M.pt. 200° C. with decomposition, slowly decomposed by 
boiling water. When heated with methyl iodide in methyl alcohol 
solution it gives a quaternary ammonium compound, (C 6 H 4 .NEt 2 MeI) 2 Hg, 
small colourless prisms, M.pt. 203° C., slightly soluble in cold alcohol, 
insoluble in ether or benzene. The corresponding chloride crystallises in 
long, colourless needles, which yield a double salt with mercuric chloride, 
M.pt. 200° C. with decomposition. 

p -Mercuri-bis -diethylaniline is prepared (1 ) from p-bromodiethyl- 
aniline and sodium amalgam, (2) from reduction of the hydroxide by 
sodium sulphide, (3) from the above oxide by the action of sodium thio- 
sulphate. It crystallises in small, colourless prisms from hot benzene, 
M.pt. 160*6° C., soluble in ether, insoluble in alcohol. With methyl- 
iodide it gives the usual quaternary ammonium compound. 

Derivatives of Benzylaniline.^ 

p-Benzylaminophenylmercuric acetate, obtained by the inter- 
action of benzylaniline and mercuric acetate in aqueous alcohol at 50° C., 
forms colourless needles, M.pt. 143° to 144° C., soluble in benzene or 
chloroform, insoluble in water. The chloride, isolated in the usual way, 
is a powder, crystallising from benzene or alcohol in glistening plates, 
M.pt. 173° to 174° C. The hydroxide sinters at 82° C. and melts at 215° C., 
and is decomposed by alcohols or benzene. Treated with nitric acid 
the hydroxide gives a nitrate, a crystalline powder, decomposed by boiling 
water and melting with decomposition at 150° C. 

p-Mercuri-bis-benzylaniline, prepared from the hydroxide by the 
action of aqueous sodium thiosulphate, crystallises from benzene in 
small, colourless needles, M.pt, 171° C. with partial decomposition. It 
is insoluble in methyl or ethyl alcohol. 


Derivatives of Acid Anilides.® 

p-Acetaminophenylmercuric acetate. — ^An intimate mixture of 
2 mols. of mercuric acetate and 1 mol. of acetanilide is heated for one 
hour at 114° to 115° C., then for two hours at 100° C. Two volumes of 
boiling water are then added, and the mixture filtered after standing for 
twenty -four hours. It crystallises from boiling water in microscopic 
tetrahedra, M.pt. 220° C., soluble in boiling water, methyl, or ethyl 

^ KKaxasoh and Jaoobsohn, J, Am&r. Chem, 8oc,, 1921, 43, 1894. 

* Piccinini, Oazzetta, 1893, 23, it 534; Ruspaggiari, Qazzetta, 1893, 23, ii, 544; 
Petjci, Zeiisch. anorg, Chem,, 1897, 15, 208. 

* Pigorini, Oazzetta, 1894, 24, ii. 465. 

* Pcsci, ZeitscL anorg, Ghem., 1897, 15, 208. 

* Pesci, Gazzetta, 1894, 24, ii. 449 ; Zeitsch. amrg, Ghem,, 1897, 15, 222 ; Ghem. ZeiL, 
1899, 23, 58 ; Ghem. Zentr,, 1899, i. 527 ; Piccinini, Gazzetta, 1894, 24, ii. 453. 



]VTERCURY. 125 

alcohol, insoluble in benzene. The chloride cr^'stalliscs with 2 mols. 
of water in microscopic needles which lose their water at lOO*^ i\ 
They melt at 250° C., are slightly soluble in alcohol, insoluble in water. 
The hydroxide is a micro-crystalline substance having a strongly alkaline 
reaction. It decomposes at 270° C., and with sodium or barium sul- 
phides yields p-mercuri-bis-acetanilide. When the acetate is treated 
with sulphuric acid, a sulphate is obtained as colourless needles, soluble 
in acetic acid or alkali acetates, insoluble in. water or alcohol. 

p-Mercuri-bis-acetanilide, prepared as stated above, crystallises 
in colourless needles, M.pt. 244° to 246° C., and when heated with 
alcoholic potassium hydroxide at 100° C. in a sealed tube it yields p- 
mercuri-bis-aniline. The anilide is slightly soluble in boiling alcohol, but 
insoluble in other solvents. 

Penta-acetoxymercuri acetanilide, C 6 .NHAc.(Hg.OAc) 5 .i— Anin- 
timatc mixture of IG grams of mercuric acetate and 1 gram of acetanilide 
is heated at 115° to 145° C. until a test portion gives no reaction for 
mercury ions. The product is dissolved in ammonium hydroxide, acetic 
acid added, and in twenty-four hours needles are deposited. These 
dissolve in cold water, the solution being viscous, and when heated to 
80° C. coagulation takes place. When treated with bromine, penta- 
bromacetanilide, M.pt. 284° to 285° C., is obtained. 


Derivatives of Diphentylamine. 

p -Acetoxymercuri-diphenylamine, C6Hs.NH.CeH4.Hg.OAc.2^An 
alcoholic solution of diphenylamine is treated with a solution of mercuric 
acetate in 50 per cent, alcohol in the presence of a little acetic acid. The 
acetate crystallises from alcohol in plates, M.pt. 178° C., slightly soluble 
in alcohols or hot benzene, insoluble in water. Treated with alcoholic 
calcium chloride it gives the chloride, microscopic plates, decomposing 
above 240° C. 

With potassium hydroxide the hydroxide is formed, a white, amor- 
phous substance decomposing above 200° C. It has an alkaline reaction 
in aqueous and alcoholic solution. 

p-Mercuri -bis -diphenylamine, obtained from the hydrate by 
sodium thiosulphate, is a white powder. It crystallises in scales from 
boiling benzene or chloroform, M.pt. 182*5° C. 

2 : 2' : 4 ; 4'-Tetrachloromercuri-diphenylamine,^ 

yrH(-< ( ) >-HgCii). 

iga 

Diphenylamine and mercuric chloride are heated together, and the melt 
poured into acetic acid and boiled for some time. A yellow product is 
obtained, from which unchanged diphenylamine is removed by extrac- 
tion with acetic acid. It does not melt at 260° C., and is insoluble in all 
organic solvents. 

When boiled with pyridine the compound appears to be decomposed 

1 Raffo and Rossi, Zeiisek Ohem. Ind. KoUoide,, 1912, ii, 120 ; Qhem, Zentr., 1912, ii. 
2070 ; Bemardi, Oazzetta, 1926, 56, 337. 

2 Prussia, (ktzzeUa, 1898, 28, iL 129 ; Ghem. Zentt,, 1898, ii. 928. 

® Khajasoh and Piooard, Amer, Ohem, Boo., 1920, 42, 1855. 
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into mercuric chloride and 3 : 3'-mercuri-inercazine, to which the 
following formula* have been assigned : — 


I 

1 


11 I I \ 


and 


-NH 



2H2O 


This compound, with sodium thiosulphate in alcoholic solution at 
70° C., yields a grey product insoluble in all organic solvents. It is 
unstable towards nitric acid, and when heated to 100° C. in vacuo 
mercury distils off. ... 

Nitration of tlie ietrachloromercuri compound by mixed acid gives 
a light brown compound, insoluble in organic solvents, but partly soluble 
in .sodium hydroxide, giving a red coloration. The position of the 
nitro groups is uncertain, and the following structure is given : — 



This compound, when treated with sodium thiosulphate, gives a light 
brown substance, which loses mercury at 100° C. in vacuo, and when 
heated at 54° C. m vacuo for fifteen minutes loses 5*22 per cent, of water. 
The name, mercury-bis-3"dinitro(?)-mercazine, has been assigned 
to it, and the following structure : — 




NO.r 




,NOa NOa 




-Hg- 




-NO 


.2H2O 

z 


p-Acetoxymercuri-methyldiphenylamine, ^prepared in the usual 
manner, crystallises from alcohol in needles, which yield the hydroxide 
wdien treated with potassium hydroxide, as a white amorphous powder. 

p-Mercuri-bis-methyldiphenylamine is isolated from the acetate 
by treatment with 25 per cent, sodium thiosulphate. It crystallises 
from benzcne-ligroin in colourless plates, M.pt. 138° to 189° C. 

Acetoxymercuri-N-methylthiodiphenylamine ^ is obtained when 
N-methylthiodiphenylamine in alcohol or acetic acid is treated with 
mercuric acetate. A diacetoxymercuri derivative is also produced at 
the same time. The former compound melts at 165° C., the latter 
decomposes without melting at 300? C. If the N-methylthiodiphenyl- 
amine be replaced by thiodiphenylamine no mercury derivative results, 
but only o-dithiotetraphenylhydrazine, this product also occurring on 
the interaction of mercury acetamide and thiodiphenylamine.® 


Derivatives of a-ANiLino Fatty Acids and their Esters.^* 

In this series of compounds the substitution of mercury becomes 
more easy as the series is ascended. Whilst the ethyl a-anilido acetate 

^ Garbarini, Gazzetta, 1898, 28 , ii. 132 ; Ghem, Zentr., 1898, ii. 928. 

® Finzi, Giom, Chim. Ind. Appl, 1927, 9 , 176. 

3 Pesci, Gazzetta, 1916, 46 , i. 103. 

* Schoeller, Schrauth, and Goldacker, Ber., 1911, 44 , 1300 ; German Patent, 248291. 
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forms only a mono-substitution product, the pro])ionic ester gives a 
mixture of mono- and di-substitution products. In the case of the 
but 3 ^ric and isovaleric esters, onlv di-siibstituted products of the type 
C 6 H 3 .(Hg. 0 Ac) 2 .NH.CHR.C 02 Et are obtained. 

2-Acetoxymercuriphenyiglycine ethyl ester, 

0Ac.Hg.C6H4.NH.CH2.C02Et. 

Ten grams of the pure phenylgl^^cine ester in 50 c.e. of methyl alcohol 
are treated with a solution of 20 grams of mercuric acetate in 50 c.c. of 
water, the mixture being stirred during the addition. A further quantity 
of metlnd alcohol is added, and in fifteen minutes pale yellow^ crystals 
commence to separate. After twenty-four hours these are filtered off 
and washed with water, the yield of crude product being 20 grams, 
82 per cent. It is recr^’-stallised from chloroform, small tabular crystals 
being obtained. These soften at 129° C. and melt at 132° C. When 
bromine or iodine in their respective alkali halides are added to the ester, 
the acetoxymercuri group is replaced by halogen. 

2-Chloromercuriphenylglycine ethyl ester. — ^The above acetate 
is treated with sodium chloride in aqueous alcohol solution. It crj^stal- 
lises in needles or rhombic plates, sintering at 150-5° C. and melting at 
152-5° C. The corresponding iromide forms rhombic plates, sintering at 
144° C., M.pt. 147*5° C. ; the iodide, lustrous leaflets, sintering at 137° to 
138° C,, M.pt. 139° to 140° C. 

2 -Hydroxy mercuriphenylglycine anhydride, 

yNH— CH, 

CeH/ 1/ 

^Hg.O.CO. 

This product is obtained by saponifying the acetate by 1*25 mols. of 
Normal sodium hydroxide solution, and acidifying the resulting solution 
with Normal sulphuric acid. Yield 91 per cent. It is decomposed at 
228° C. (corr.). When dissolved in the calculated quantity of Normal 
alkali it gives precipitates with the salts of various metals : the copper 
salt is light green, decomposing at 193° to 197° C. ; lead, iron, calcium, 
silver, mercury and platinum salts are also known. 

(2 - Chloromercnriphenyl - a - amino) propionic ethyl ester, 
ClHg.CeH^.NH.CHMe.COaEt.— Equimolecular quantities of mercuric 
acetate and the ester are allo%ved to react in aqueous methyl alcohol 
solution. A 68 per cent, yield of the acetate is obtained, which is con- 
taminated with dimercuri ester. It is soluble in organic solvents and 
precipitated as a yellow oil by light petroleum. Standing in ice for 
twelve hours does not induce solidification, so that the oil is treated 
with sodium chloride and converted to the chloro compound. This 
crystallises from 80 per cent, alcohol in microscopic needles, M.pt. 
165*5° C. Yield 80 per cent. 

(2 ; 4-Diacetoxymercuri-a-amino) propionic ethyl ester. — To 
10 grams of the anilido ester in 10 c.c. of methyl alcohol, 35 grams of 
mercuric acetate in 100 c.c. of water and 80 c.c. of methyl alcohol are 
gradually added with constant stirring. The reaction is complete in an 
hour. The product is left overnight in ice, then filtered and washed with 
cold water. Yield 30 grams, 80 per cent. It is soluble in the usi^ 
solvents, and completely soluble in 10 per cent, acetic acid without split- 
ting off the mercury. The above product contains a crystalline and an 
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amorphous form of the diacetate, the former being soluble in hot methyl 
alcohol containing acetic acid, and both give the same substance when 
treated with alkali halides. 

(2 :4-Dichloromercuriphenyl-a-amiiio) propionic ethyl ester 
is prepared from the above compound by the addition of aqueous sodium 
chloride. It crystallises from ethyl acetate — ^ligroin in small needles, 
sintering at 128° C. and melting at 131° C. (corr.). The corresponding 
dibro7nide forms needles, M.pt. 128-5° C. (corr.). 

(2 : 4-Dihydroxyinercuriphenyl-a-amiiio) propionic anhydride. 

/NH CHMe 

HOHg.CsH/ I 

^Hg— O— CO. 

This is obtained by hydrolysis of the diacetate, using aqueous sodium 
liydroxide. It readily absorbs water and decomposes at 223° C. (corr. ). 

(2 :4-Diacetoxymercuriphenyl-a“amino) butyric ethyl ester, 
(lIg. 0 Ac) 2 (‘. 6 H 3 .NH.CHEt.C 02 Et.— This is prepared in the usual 
manner, with 8'2-3 per cent, yield. It crystallises in stout rods, sintering 
at 150° C. and melting at 154-5° C. (corr.). It is readily soluble in 
alcohols or chloroform, but only slightly in other solvents. With sodium 
chloride it yields the dichloro compound^ slender needles, M.pt. 127° C. 
(corr.), and the corresponding dihromo dei'ivaiive forms needles, sintering 
at 125° C., M.pt. 127° C. (corr.) ; the di-iodide forms needles, M.pt. 120° C. 
(corr.). 

(2 :4-Dihydroxymercuriphenyl-a-amino) butyric anhydride, 

/NH CHEt 

HOHg.CeH3< 1 

^Hg— O— CO 

is obtained in 90 to 92 per cent, yield by saponification of the diacetoxy 
ester with 3-25 mols. of Normal sodium hydroxide. It becomes 
yellowish-brown at 200° C. and decomposes at 209° C. (corr.). It 
readily takes up moisture on exposure to the air and the following 
scheme may represent the change : — 


CHgCH. 






CH.COOH+H 20 




CH.COOH 


/Hgv 

0< " HOHgv. 

HOHg/ 

(2:4-Diacetoxymercuriphenyl-a-amino) isovalerianic ethyl 
ester. — ^The reaction is complete in thirty minutes, an 86 per cent, yield 
being ol)tained. It crystallises in stellar aggregates of needles, M.pt. 
126° C. (corr.). The dichloro compound forms microscopic rods, M.pt. 
122° C, (corr.), and the dibroinide occurs in* two forms i (a) a granular, 
sandy, amorphous modification, decomposing at 215° C. and insoluble in 
ethyl acetate; (b) a soluble form, white needles, M.pt. 135° C. (corr.); 
the di-iodide crystallises in yellow needles, M.pt. 129° C. (corr.). The 
anhydride is obtained in 90 per cent, yield, decomposes at 226° C. (corr.), 
and readily takes up moisture on exposure to the atmosphere. 

Derivatives of Tolylglycine Esters. 

Acetoxymercuri-o-tolylglycine ethyl ester, AcO.Hg.CeHgMe. 
NH.CH 2 .C 02 Et. — ^The ester and mercuric acetate in methyl alcohol 
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give a 77 per cent, yield of this compound. It is soluble in methyl or 
ethyl alcohoh ethyl acetate, chloroform, acetone, ammonium hydroxide, 
or dilute acids; insoluble in light petroleum. It melts at V25'5^ C. 
(eoiT . ). 

Hydroxymercuri-o-tolylglycine anhydride, 

/NH CH2 

Me.CeHg/ | 

\Hg— 0— CO 

is obtained in 93 per cent, yield by saponification of the above acetate. 
It is insoluble in water or organic solvents, but easily soluble in alkali. 

Diacetoxymercuri-o-tolylglycine ethyl ester is prepared in the 
usual manner, using 2 mols. of mercuric acetate. It forms slender 
needles, M.pt. 167° C. (corr.), difficultly soluble in alcohol, but readily 
in ammonium hydroxide. It is saponified by hot alkali. 

Acetoxymercuri-m-tolylglycine ethyl ester, M.pt. 127-5° C. 
(corr.), yields a yellow anhydride on saponification. 

Triacetoxymercuri-m-tolylglycine ethyl ester is formed in 20 
per cent, yield when 3 mols. of mercuric acetate are used. It melts 
at 185° C. (corr.), is readily soluble in ammonium hydroxide, with 
difficulty in alcohol, and insoluble in the usual solvents. 

Acetoxymercuri-p-tolyl glycine ethyl ester, M.pt. 140° C. (corr. ), 
yields an amorphous anhydride on saponification. 

Derivatives of Toluidines and Toluidides.^ 

The mercuration of o-toluidine in methyl alcohol solution gives rise 
to a mono and a dimercurated comj>ound, the latter forming 85 per cent, 
of the product. When 50 per cent, ethyl alcohol is used as the solvent 
the main yield is the monomereuri derivative.^ If the reaction be carried 
out in aqueous solution, only a dimercurated product is obtained, which 
is isomeric with the one isolated from methyl alcohol solution.® 

5-Acetoxymercuri-o-toluidine. — ^A solution of o-toluidine (3 
mols. ) in ethyl alcohol is rapidly added to a 50 per cent, alcoholic solu- 
tion of mercuric acetate (1 mol.). The product is recry stallised first 
from 50 per cent, alcohol, then from absolute alcohol, any dimercuri 
compoimd being insoluble in the latter solvent. It is soluble in hot 
water or alcohol, less so in ethyl acetate, and melts at 144° to 145° C. 

When treated with sodium chloride solution the 5-chloromercuri 
compound is obtained. It crystallises from absolute alcohol in needles, 
M.pt. 178° C. Its diacelyl derivative forms colourless leaflets, M.pt. 
170° C. 

Diacetoxymercuri-o-toluidine. — (a) From methyl alcohol solu- 
tion. 

A solution of 37 grams of mercuric acetate in 100 c.c. of methyl 
alcohol is stirred into 10 grams of o-toluidine in 50 c.c, of methyl alcohol, 
and in a few minutes no mercury ions can be detected in the solution. 
After several hours the crystallisation of the diacetoxy compound 
commences. The small microscopic needles are allowed to stand in ice 
for forty-eight hours, then filtered, washed with alcohol, and dried at 

^ Sohrauth, SchoeiUer, and Bother, Rcr., 1912, 45 , 2S08, 

* Jacobs and Heidelbeiger, J. 1915, 20 , 513, 

* Veochiotti, Gojszettaf 1926, 56 , 165. See Rossi and Bocohi, QaxiisetUif 1926, 55 , 93. 

VOL. XI. : I. 9 
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100'' C. Yield 21 grams, 78 per cent. It crystallises from methyl 
alcohol in microscopic needles, M.pt. 228° C. 'vvith decomposition, is 
insoluble in most organic solvents, slightly soluble in methyl alcohol, but 
readily soluble in acids, ammonium hydroxide, amines, ethylenediamine, 
or pyridine. 

(6) From aqueous solution. 

When equimolecular quantities of mercuric acetate and o-tolmdme 
react in aqueous solution, the resulting diacetate melts at 208 C. The 
position of the acetoxy mercuri groups has not been determined, but 
they are apparently not 3 : 5 or 4 : 6. 

Dihydroxymercuri-o-toluidine. — ^The diacetate (M.pt. 228 C.) 
in 30 parts of water at 80° to 90° C. is treated with an excess of sodium 
hydroxide, and on cooling the dihydroxymercuri compound separates in 
long, colourless needles. These when heated at 100° C. lose water, giving 
an infusible canarj^’-yellow substance which blackens when heated and 
probably has the constitution : 

/NH 

HOHg.C6H2.Me<( | 

^Hg 

The hydroscide obtained from the diacetate (M.pt. 208° C. ) melts at 235° C. 
The acetate (M.pt. 228° C.) when treated in the usual manner yields a 
chloride^ hromide^ iodide, and hydroxide*, the acetate (M.pt. 208° C.) 
gives the following derivatives : chloride, decomposes at 221° C. ; bromide, 
decomposes at 232° C. ; aceiotohiidide, sinters at 214° C., M.pt. 219° C. ; 
hydroxide, M.pt. 285° C. 

Acetoxymercuri - aceto - o-toluidide. — Tea grams of o-aceto- 
toluidide in 250 c.c. of hot water are treated with 20 grams of mercuric 
acetate and the mixture boiled for forty minutes, then filtered whilst hot. 
It is then cooled in ice for twenty-four hours, the solution yielding 7 grams 
of needles, 28 per cent, yield. After recrystallisation from 80 per cent, 
alcohol, the needles melt at 233° C. (corr.). With iodine it gives 5-iodo- 
aceto-o-toluidide. Treatment with sodium chloride solution yields the 
chloromercuri-acetO’-O’toluidide, M.pt. 167° C., which may also be obtained 
by acetylation of the chloromercuri-o-toluidine. 

Diacetoxymercuri-aceto-o-toluidide. — ^Diacetoxymercuri-o-tolu- 
idine is dissolved in ethyl acetate and acetyl ated by means of acetic 
anhydride. The product melts at 240° C., and by double decomposition 
the following are obtained : chloride ; bromide, microscopic needles ; iodide, 
precipitated in flocks, which gradually change to a crystalline modifica- 
tion on standing. The acetate with iodine gives long, silky needles, 
M.pt. 222*5° C. (corr.), which contain no mercury. 

6-Acetoxymercuri-m-toluidine crystallises in small needles, M.pt. 
176° C., and 2 : S-diacetoxymercuri-m-toluidine forms white needles, 
M.pt. 170° C., these yielding an hydroxide, decomposing at 200° C. ; a 
chloride, decomposing at 239° to 240° C. ; a bromide, decomposing at 
150° C. 

Diacetoxymercuri-jn-toluidine (1 : 3 : 4 : 6) ^ crystallises in white 
plates, M.pt. 191° C.; the hydroxide is not very stable; the chloride and 
bromide crystallise in plates, melting at 195° C. and 210° C. respectively. 

Triacetoxymercuri-m-toluidine. — Three grams of m-toluidine 
and 27 grams of mercuric acetate in 85 c.c. of methyl alcohol gave 

1 Vecohiotti, Gazzetia, 1924, 54 , 411. 
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23 grams of crystals after two days’ standing. Yield 95*3 per cent. It 
forms bright yellow microscopic crystals, insoluble in the usual organic 
solvents, but soluble in ammonium hydroxide. 

Acetoxymercuri-aceto-m-toluidide may be obtained from an 
aqueous solution of mercuric acetate and the toluidide by heating for 
one hour. Yield 20 per cent. It gives crystals from 30 per cent, 
alcohol, M.pt. 99® C. 

If the above diacetoxy compound is acetylated, diacetoxymereuri- 
aceto-m-toluidide is formed. It is insoluble in organic solvents, slightly 
soluble in hot water, and easily soluble in ammonium hj^droxide. 
With iodine 4 : 6-di-iodoaceto-m-toluidide is obtained. In a similar 
manner the triacetoxymercuri compound yields a toluidide^ as a heavy 
insoluble powder. 

Diacetoxymercuri-aceto-m-toluidide, prepared from the 1:3: 
4 : C compound, forms tufts of needles, M.pt. 250® C., and may be 
converted to 4 : 6-dibromo-aceto-m-toluidide ; ^-acetoxymercurUaceto-m- 
toluidide melts at 192° C. and yields C-bromoaceto«m-toluidide j 2:5- 
diacetoxymercuri-aceto-m-toluidide forms silky, white needles, M.pt. 183° 
to 184° C, 

Acetoxymercuri-p-toluidine.^ — ^The reaction is carried out in 
50 per cent, alcohol, and occupies two days. The product is purified by 
dissolving it in a mixture of ammonium acetate and hydroxide and 
adding acetic acid. It melts at 184° C., is insoluble in water, slightly 
soluble in alcohol, ether, or benzene* 

With calcium chloride in alcoholic solution it gives the chloride, 
prismatic crystals, M.pt. 170° C., insoluble in water, only slightly 
soluble in alcohol.^ The hydroxide crystallises from a solution of the 
acetate in concentrated potassium hydroxide in yellowish plates, M.pt. 
21 2° to 21 3° C. It is insoluble in the usual solvents. 

Mercuri-bis-p-toluidineis obtained from the preceding hydroxide, 
by the action of concentrated sodium thiosulphate. It crystallises in 
plates, M.pt. 156° C. 

Condensation with Dinitrophenylpyridinium chloride,^ — ^The pyridine 
compound (1 mol.) in methyl alcohol is added to the mercurated tolu- 
idine (1 mol.) in pyridine solution. A deep red coloration takes place 
on mixing and the whole is boiled for about thirty minutes. Then 
a slight excess of dilute hydrochloric acid is added to remove the 
pyridine, and the precipitate washed with boiling acetone to remove any 
dinitraniline. The pure substance is a brown powder, M.pt. 138° C., 
soluble in chloroform. Formula : 


Me 


\/ 

N=OH 


in 

\ 


Me 

r-i 


-Hg- 


CH— ^ 

il /\ 
OH H ca 


CiH'^ 


Hydroxymercuri-aceto-p -toluidide anhydride is obtained firom 

^ Vecchiotti, GazzeUa, 1921, 51, ii. 208 ; Pesci, Gazzeiia, 1898, 28, ii. 445 ; Chem. Zentr. 
1898, ii. 546 ; Zeit. anorg. Ghem,, 1898, 17, 276. 

2 See Klein, Bcr., 1878, ii, 743. 

* Reitzenstein and Stamm, J. praH Ohm>„ 1910, [2], 81, 160. 
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the toluidide and mercuric acetate in aqueous solution. It crystallises 
in leaflets, lM.pt. 229° C. (corr.). Formula : 

1 I 

Hg.CgHaMeN.COMe. 

Acetoxymercuri dimethyl-p-toluidine^ crystallises from boiling 
benzene in colourless, slender, glistening needles, M.j^t. 131-5° C., in- 
soluble in water, more soluble in methyl than ethyl alcohol. 

The following compounds are obtained from the acetate in the usual 
manner ; — 

Chloride, very fine needles, M.pt. 159° to 159*5° C., soluble in benzene, 
insoluble in water. Bromide, colourless, glistening needles, M.pt. 149° to 
150° C. Iodide, needles, M.pt. 126° C. Nitrate, using alcoholic calcium 
nitrate, colourless needles, M.pt. 131° C., soluble in alcohol or benzene. 
Ilydrojoide, obtained by allowing acetate to stand with concentrated 
potassium hydroxide for twenty-four hours; colourless needles, M.pt. 
117° C., fairly soluble in hot water, slightly soluble in benzene or methyl 
alcohol. 

Mercuri-bis-(dimethyl-p-toluidine) is obtained when the above 
hydrate is treated with concentrated sodium thiosulj^hate, and when 
bromo-dimethyl-p-toluidine is heated with 1 *5 per cent, sodium amalgam 
for forty-eight hours at 120° to 125° C., a little ethyl acetate being used 
as catalyst. It crystallises in colourless, glistening plates. M.pt. 00° C., 
slightly soluble in benzene. 

Derivatives of Benzidine. 

3(?)-Acetoxymercuri-benzidine.^ — This compound appears to be 
formed when benzidine and mercuric acetate react in glacial acetic acid. 
It is a brown product, decomposing at 138° to 140° C., and forming a 
hydrochloride, M.pt. 239° to 240° C. Diacetylbenzidine and mercuric 
acetate when heated at 120° to 160° C. give a crystalline compound, 
C 32 H 3 o^ 4 N 4 Hg, 3 H 20 , which seems to be of indefinite composition. 

Derivatives of the Naphthylamines and their Sulpiionic Acids.® 
2 : 4-Diacetoxymercuri-a-naphthylamine, 

NH, 

(/^|/^|Hg.OAe 

Hg.OAc 

a-Xaphthylamine (4 2 grams) is dissolved in a mixture of 20 c.c. of 
alcohol and 20 c.c. of acetic acid, then 50 c.c. of boiling water are added. 
To this hot solution, a hot solution of 10 grams of mercuric acetate in 
50 c.c. of water is added. An intense yellow precipitate is formed ; this 
gradually becomes white and crystalline, and is filtered off. Yield 9-5 
grams. The substance is coloured faint yellow by sodium hydroxide, 
but does not react with ammonium sulphide even on long standing. It 

^ Pesci, Gazzdta, 1898, 28, ii. 445. 

* Bernardi and Tartarini, GazzdUi, 1927, 57, 223. 

® Brieger and Schulemann, J, prafd. Chm/i., 1914, 89, 140. 
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is very stable towards halogen salts. No iiiononiercuri derivative is 
isolated. 

Tetra - acetoxymercuri - a - acetonaphthalide, NHAc.CioH 3 (Hg. 
OAc)iAfronia-acetonaphthalide and 4 mols. of mercuric acetate, decom- 
poses at 220 ^ C., and forms aqueous solutions which froth w'hen shaken, 
are highly viscous, and coagulate when heated. 

1 - Acetoxymercuri - jS - naphthylamine . — jS-Naphthylamine ( 1*4 
grams) and 8*2 grams of mercuric acetate in 25 c.c. of dilute acetic acid 
yield colourless crystals. These become intense yellow without dissolv- 
ing 'when treated with concentrated sodium hydroxide, and ammonium 
sulphide readily reacts with the acetate. 

Mercuriphenyl - j8 -naphthylamine, 

/CeH, X 

Hg< >NH.2EtOH 

\p TT / 

is formed by treating phcnyl-j8-naphthylamine with dilute alcoholic 
mercuric acetate containing a little acetic acid. It melts at 173° and 
crystallises with 2 mols. of alcohol. 

j8 -Naphthylamine -6 -sulphonic acid Derivatives.® — The sodium 
salt of this acid in aqueous solution reacts with aqueous mercuric acetate 
if the compounds are allowed to stand for a long time. A white product 
is obtained, which gives mercuric oxide when treated with sodium 
hydroxide. If the reaction mixture is boiled for five to ten minutes, a 
white body is again obtained, but this does not react with sodium 
hydroxide. It is insoluble in all solvents. To these two bodies the 
following formulae have been assigned : — 


Hg 

1 


0 - 

u 

CC_. 

/ 



Sodium naphthylamine sulphonatc (5*6 grams) is dissolved in 125 c.c. 
of boiling water, and a solution of 6*4 grams of mercuric acetate in 25 
c.c. of water is poured in. The mixture is boiled for a few minutes, then 
sodium hydroxide is added dropwise until complete solution is obtained. 
The whole is then quickly cooled to 70° C. and 150 c.c. of alcohol 
added, a yellow body being precipitated. The whole is cooled quickly, 
shaken, and filtered, the residue washed with 50 per cent, alcohol, 
absolute alcohol, and finally with ether. A pale yellow^ powder is 
obtained which corresponds to the formula : 



A pure white product is obtained from this by the action of an excess 
of sodium hydroxide. This product is soluble in water, aqueous alcohol, 
and dilute alkali. It does not react in aqueous solution with ammonium 


^ Rossi and Bocchi, GazztUdy 1926, 56 , 817. 

2 Rossi and Cecohetti, (jrazzeUa, 1925, 55 , 869. 
^ Brieger and Sobnlemann, ho. eU, 
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sulphide, but with acetic acid a white precipitate is thrown out. This 
latter reacts with ammonium sulphide, and contains 1 mol. of water 
which cannot be removed by drying over phosphorus pentoxide, hence 
formula I, has been assigned to it, although analysis points to II. Thus ; 


’\/^ \h 

1. 


NaO. 


HgOH 

^\/0 

n. 


These mercurated naphthylamine sulphonic acids react immediately 
with halogen halides, the mercury being freed, and in the case of 
potassium iodide solution mercuric iodide separates. 

Monomethylaminonaphthalene- and j8-dimethylaminonaphthalene- 
C-sulphonic acids only reduce mercuric acetate to mercurous salt or 
metallic mercury. 

Naphthionic acid Derivatives. — By the interaction of the sodium 
salt of this acid and mercuric acetate in the cold, a white, finely divided 
precipitate is obtained. When this is boiled it becomes soluble in 
sodium acetate and acetic acid. It crystallises from the latter as a 
colourless body, which is only slightly affected by sodium hydroxide, 
and only slowly attacked by ammonium sulphide. The following 
formula has been ascribed to it : — ^ 


I \OAo 


I I 
I i 


V- 


From a solution of 6*4* grams of sodium naphthionate and 6*4! grams 
of mercuric acetate in 150 c.c, of water, treated with a large excess of 
sodium hydroxide, a colourless product is obtained. This does not react 
with ammonium sulphide, and towards halogen salts it reacts similarly 
to hydroxy mercuri - jS - naphthylamine - 6 - sifiphonic acid (sodium salt). 
When dried over phosphorus pentoxide the body becomes canary yellow, 
and on addition of water becomes white again. It has been formulated 
as the sodium salt of 2’hydrOiXymermri'maphthionic acid. 



SOsNa 


Using an excess of mercuric acetate does not produce dimercurated 
derivatives, the yellow solution becoming yellow-red on addition of 
alkali, but the colour is less intense than in the case of jS-naphthylamine 
sulphonic add. 

1 : 5 -Naphthylamine sulphonic acid Derivatives. — ^The free acid 
(2*4* grams) is dissolved in 25 c.c of water containing a little sodium 

* Whitmore, Organic Compounds of Msrcuryy Chemical Catalog. Co., prefers to consider 
the compound to be 2-acetoxymercuri.naphthiomc acid. 
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hydroxide, then dilute acetic acid is added until the solution is just acid. 
A solution of 6 4 grams of mercuric acetate in 25 c.c. of water is poured 
in, and a fine canary-yellow precipitate is deposited. This is soluble 
in acetic acid, and becomes deep yellow when treated with sodium 
hydroxide, but excess of hydroxide j^ields no precipitate, but tends to 
decompose the substance, mercurous oxide separating out. The yellow 
product does not react with ammonium sulphide. The body is very re- 
active with halogen salts, the addition of sodium chloride to its solution, 
followed by ammonium sulphide, causes blackening at once. With 
potassium iodide the reaction is quantitative, and with potassium 
bromide nearly so. The substance is represented by the structure : 


■NHs 




CHAPTER VIII. 

M ER C U R Y {continued ) . 


Derivatives of Aromatic Compounds containing Hydroxyl 

Groups. 

Most of the inonohydric phenols and their substitution products react 
with mercuric acetate under suitable conditions to give acetoxymercuri 
compounds. When phenol is treated with an aqueous solution of 
mercuric acetate at room temiDcrature, three products are formed : 

OH 

|/^|HgOAc 


1 . 


OH 

1 

OH 

j/^HgOAc 


1 ! 

\/ . 


HgOAo HgOAo 

n. in. 


If, however, the reaction is carried out at 100° C., and no solvent used, only 
I. and II. are formed. 

The methyl and ethyl ethers of phenol are more difficult to mercurate 
than phenol itself, and although ortho- and para-substituted mono- 
mercurated products can be made, no dimercurated derivatives are yet 
known. 

The nitrophenols differ from all other phenols, in that they are cap- 
able of forming anhydrides instead of acetoxymercuri derivatives when 
treated with mercuric acetate. When, for example, the sodium salt of 
o-nitrophenol is shaken with aqueous mercuric acetate, it yields com- 
pound I. ; but if the nitrophenol is dissolved in warm water containing 
a little sodium hydroxide, and the mercuric acetate solution added drop- 
wise, comiDOund II. is produced. 


0 

I! 

\/ 


Hg-O 

I. 


OH 

^|NO, 

HgOAo 

II. 


Compound I. gives the corresponding chloride and hydroxide when 
treated with hydrochloric acid and sodium hydroxide respectively, but 
bromine, or iodine in potassium iodide solution, replace the mercury by 
halogen. p-Nitrophenol is more difficult to mercurate than the ortho 
compound, and the reagents have to be boiled for a long period. 

4:C-DinitrophenoJ is inereurated by boiling for sixteen hours with 
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MEROUBY. 


137 


mercuric oxide in aqueous solution, but picric acid yields a product when 
shaken with aqueous mercuric oxide for several hours at 80® C. 

Dimethylaminophenol readily reacts with mercuric acetate in alcoliolic 
solution, the operation going to completion in two minutes at 100® C., 
but the compound formed slowly decomposes when kept. If, however, 
no solvent is used, no organic mercury derivative is formed. A rather 
unstable body containing tw^o benzene nuclei connected by a mercur\^ 
bridge is formed from m-hydroxyphenyltrimethylammonium acetate, 
but its aqueous solution decomposes in a week. 

In the same way that the phenolic ethers are more difficult to mercur- 
ate than the phenols themselves, so cresol methyl ether is less readily 
attacked by mercuric acetate than cresol, and requires five days’ heating 
at 50® C. to complete the reaction, a diacetoxymercuri compound only 
being produced. 

Thymol and carvacrol yield mono or dimercurated products accord- 
ing to the number of molecules of mercuric acetate used in the reaction. 

Safrol, eugenol methyl ether, apiol and isoapiol yield a mixture of 
two isomeric acetates, one of which is crystalline, the other syrui^y. 

Other methods have also been used for producing mercurated anisoles 
and phenetoles of the type RHgX. (1) The type R 2 Hg, mercury 
dianisyl, is treated with an alcoholic solution of mercuric chloride. (2) 
The mercuric chloride addition products of the triarylstibines, R 3 Sb. 
HgCl 2 j are boiled in alcoholic solution. 

The RgHg compounds of the phenols are prepared by the usual 
methods, mercuri-bis-o-phenol being formed by the action of sodium 
thiosulphate on o-chloromercuri phenol, whilst the anisyl and phenetyl 
compounds are formed either by treating o-bromoanisole or phenetole 
with 1-5 per cent, sodium amalgam or by the action of alcoholic 
potassium iodide on o-iodomercuri anisole or phenetole. 

The following evidence has been collected to show the behaviour of 
mercurated phenols towards acids, bases, and salts : — 

o-Chloromercuri phenol in sodium hydroxide solution, when treated 
with sodium nitrite at —4° to — 5® C,, and the mixture acidified with 
concentrated sulphuric acid, yields p-nitrosochloromercuriphenol ; the 
latter when heated with a mixture of ammonium chloride, acetate, and 
carbonate for thirty minutes at 100® C. is transformed into p-nitroso-o- 
chloromercuri aniline. 

p-Chloromercuri phenol is decomposed when boiled with hydro- 
chloric acid, giving mercuric chloride and phenol, but with ethereal 
iodine solution, mercuric iodide and p-iodophenol result. 

Chloromercuri anisole and phenetole yield oxides when treated with 
aqueous sodium carbonate solution, e,g. 0 (HgCeN 40 Me) 2 . 

4-Acetoxymercuri-m-dimethylanadnophenyl acetate is immediately 
decomposed by ammonium sulphide. 

Acetoxymercuri-p-cresol does not yield the corresponding iodide 
when treated with potassium iodide, but the mercury is eliminated as 
mercuric iodide. Chloromercuri-p-cresol in alcoholic solution gives the 
anhydride of hydroxymercuri-p-cresol when a boiling sodium carbonate 
solution is added. The diacetoxymercuri derivative of p-cresol methyl 
ether is stable towards ammonium hydroxide or sulphide, but gives the 
chloride on the addition of aqueous sodium chloride. 

The crystalline chloromercuri compound obtained from safrol is stable 
towards ammonium sulphide or ammonium and sodium hydroxides, 
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but decomposed when boiled with dilute hydrochloric acid. The corre- 
sponding iodomercuri derivative, however, is decomposed by hydrogen 
sulphide. Similar reactions have been noted with the crystalline chloride 
of eugenol methyl ether, 

Chloromercuri resorcinol is readily decomposed by sodium hydroxide 
and immediately ‘by ammonium sulphide, and the dichloromercuri 
resorcinol is even less stable to sodium hydroxide. Diacetoxymercuri 
resorcinol dimethyl ether does not give mercuric sulphide with ammonium 
sulphide, but only a yellow precipitate. 

The stability of the mercurated a-naphthols towards alkali halides 
decreases from the chlorides to the iodides, potassium iodide eliminating 
the mercury as mercuric iodide. Diacetoxymercuri-a-naphthol is stable 
to ammonium sulphide. 2-Aeetoxymercuri-l : 4-naphthol monosulphonic 
acid is very stable towards ammonium sulphide, but when warmed 
with sodium chloride in acetic acid solution, mercury is split out, and 
l-acetoxymercuri-2:6-naphthol sulphonic acid has similar properties. 
l-Acetoxymercuri-j8-naphthol is not blackened by cold ammonium 
sulphide, but gives mercuric sulphide on heating. 

The following table shows the positions taken up by mercury on 
entering the benzene nucleus. All rings are numbered from the top 
(position 1) in a clockwise direction, irrespective of the group occupying 
that position. This method of numbering applies only to the table and 
not to the text. 
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Derivatives of Phenol. 

o-Chloromercuri phenol, HO.C 6 H 4 .HgCL^ — When an aqueous 
solution of mercuric acetate and phenol reacts at room temperature or 
by heating on the water-bath, three mercury compounds are obtained, 
two containing acetoxymercuri groups in the ortho- and para-positions 
to the hydroxyl group, and the third being a diacetoxymercuri derivative. 
The following method, due to Whitmore and Middleton, produces no 
dimercurated product, owing to the fact that no solvent is used. Phenol 
(12 grams) is heated on a steam-bath, and 25 grams of mercuric acetate 
gradually added, the mixture being well stirred. When the solution of 
the acetate is complete, boiling water is added, and the whole boiled for 
a few minutes, after which a hot solution of 5 grams of sodium chloride 
is poured in. The p-chloromercuri phenol is at once precipitated and 
filtered off, the filtrate on cooling depositing crj^stals of the ortho 
compound. This product can be further purified by crystallisation 
from hot water, when glittering crystals, M.pt. 152-5° C., are deposited. 
It forms an acetyl derivative, M.pt. 170° to 171° C., which does not react 
with potassium iodide, but if heated with concentrated hydrochloric 
acid and hydrogen sulphide, mercuric sulphide is formed. The acetyl 
compound is reduced to mercuri-his-o-phejiol diacetate when acted upon 
by sodium thiosulphate, a yield of 80 per cent, being obtained. 

When o-chloromercuri phenol in sodium hydroxide solution is 
treated with sodium nitrite, the mixture cooled to —4° to —5° C., and 
acidified with concentrated sulphuric acid, p-nitroso-o-chloromercuriphenol 
is formed, HO.C 6 H 3 .NO( 4 )HgCl( 2 ). This substance crystallises from 
xylene or anisole in light brown needles, which respond to Liebermann’s 
nitroso reaction and partially dissolve in ether, giving an intense green 
solution. Two grams of the nitroso compound, 2-4 grams of ammonium 
chloride, 6-6 grams of dry ammonium acetate, and 0-2 gram of ammon- 
ium carbonate when heated on the water-bath for thirty minutes with 
vigorous stirring yield p-nitroso-o-chloromercuri aniline, NH 2 .CeH 3 .NO 
( 4 ).HgCl( 2 ), The melt is poured into 75 c.c. of cold \vater and allowed 
to stand thirty minutes, when a brown amorphous precipitate settles out. 
This is filtered, well washed, dried, and crystallised from anisole. Its 
solutions in benzene and ether are green, in alcohol reddish-yellow. 

When 2-43 grams of o-chloromercuri phenol in a freezing mixture are 
treated with the diazotised solution from 7 grams of m-amino-leuco- 
malachite green in 50 c.c. of water and 6 grams of hydrochloric acid 
(density 1-18) a dark green precipitate is obtained, which is brown- 
black when dry. It is tetramethyJdiaminotriphenyhnethane-azo-o-cliloro- 
mercuri phenol and has the following constitution : — ^ 



^ Rimrotih, Bet,, 1902, 35» 2853 ; Whitmore and Middleton, J, Amer. See., 1921, 
43» 619. 

* Reitzenstein and Boaitsoh, J. praU, Chem., 1912, [2], 86, 73. 
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o-Acetoxymercuri phenol.^ — This product is obtained by a 
similar method to AVhitmore and Middleton’s o-chloroniercun phenol, 
i.e, using no solvent in the reaction. The compound crystallises in long 
needles or white, hexagonal, or rhombic prisms, M.pt. 157° C., decompos- 
ing at 210 ° to 215° C. In the usual way the following derivatives may 
be prepared: hydroxide; internal oxide; hroniide^ slender, silky 
needles, M.pt. 130° to 132° C., the liquid becoming turbid at 190 t. and 
decomposing at 195° C. ; iodide, stellar aggregates 
prisms, M.pt. 121 ° C., the clear red liquid becoming turbid at 170 to 
180° C., and decomposing at 200 ° to 210 ° C. ; nitrate^ infusible compound, 
blackening about 200 ° C. ; the sulphate and hydroxide are white, iniusible 

powders. , t 

p-Acetoxymercuri phenol crystallises in slender needles or 
triangular prisms, M.pt. 165° C., decomposing at 210 ° to 215 C. , 
the bromide forms scales, M.pt. 144° to 146° C., decomposing at 
200 ° to 210 ° C. ; the iodide, a white powder, M.pt. 134 to 135 
C., decomposing at 200 ° to 210 ° C. ; the nitrate, white crystals, de- 
comj^osing at 210 ° C. ; the sulj)hate and hydroxide are white, infusible 
compounds. 

Diacetoxymercuri phenol.^ — Phenol in concentrated aqueous 
solution is treated with mercuric acetate, when a white precipitate 
separates out, the reaction being accelerated if heat is applied. This 
product crystallises from dilute acetic acid in needles, M.pt. 216 to 
217° C. The mother-liquor from this preparation contains o- and 
p-acctoxymercuri phenols.. Treatment of the diacetoxy compound with 
sodium chloride gives the dichloromercuri phenol, a white powder, M.pt. 
258° C. with decomposition.® 

p-Chloromercuri phenol.^ — ^The preparation of this mercury 
compound has already been dealt with above. It crystallises from 
acetone or alcohol in needles, M.pt. 219° to 220 ° C. or 224° to 225° C., 
both figures being given in the literature. The sodium hydroxide 
solution when treated with alcohol yields the sodium salt, which on 
boiling with alcoholic methyl iodide yields p-anisyhnercuric chloride. 
Boiling with hydrochloric acid gives mercuric chloride and phenol, and 
ethereal iodine solution gives mercuric iodide and p-iodophenol. The 
derivative melts at 235° C., and with sodium thiosulphate a 50 per 
cent, yield of mercuri-bis-p-phenol diacetate results. 

Mercuri-bis-o -phenol, HO.C 6 H 4 .Hg.C 6 H 4 .OH.— o-Chloromercuri 
phenol dissolves in sodium thiosulphate solution, giving a clear solution 
which rapidly becomes cloudy, a white precipitate eventually separating 
out. In small quantities it may be recrystallised from alcohol, if the 
operation be conducted rapidly, small, white, glistening tablets being 
obtained. It is easily soluble in ethyl acetate or acetone, insoluble in 
water, benzene, ether, or chloroform. When heated alone its colour 
changes to gray without melting, but the alcoholic solution when rapidly 
boiled soon decomposes, metallic mercury separating out. It has the 
characteristic properties of a phenol, being soluble in caustic alkali, 

* Mameli, GazzeUa, 1922, 52, i. 352. 

2 Dimroth, Ber., 1898, 31, 2154 ; 1902, 3S 2853. 

® Mameli and Oocooni, Gazzeita^ 1922, 52, ii. 113. 

* Desesquelle, Bull. 80 c. ckim., 1894, (3), ii, 268; Dimroth, Ber., 1898, 31, 2155; 

1899, 32, 761 ; Arch. Fharm., 1899, 236, 622; Wliitmore and Middleton, J. Amer. 

Chem. 80 c., 1921, 43, 619. 
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insoluble in sodium carbonate, and is precipitated unchanged from its 
alkaline solutions by ear])ou dioxide.^ 


Derivatives of Antsole.® 

Mercuri-bis-o-anisole.— The best method of obtaining this com- 
pound is that due to Whitmore and Middleton, which consists of heating 
o-iodomercuri anisole with alcoholic potassium iodide solution in a 
reflux apparatus. It also occurs as a %-product in the preparation of 
o-iodomercurianisole, from w^hich compound it may also be derived by 
the action of sodium stannite solution. 

The usual method for preparation of compounds of the type RgHg is 
also available, namely, heating together o-bromoanisole and U5 jK^r 
cent, sodium amalgam. 

It crystallises from hot alcohol in prisms, M.pt. 108° C., soluble in 
chloroform and benzene. When treated with mercuric chloride in 
alcoholic solution it yields the chloride, and when dissolved in hot acetic 
acid, o-acetoxymercuri-anisole (M.pt. 123° to 124° C.) is formed, which 
may be precipitated by the addition of water. 

o-Chloromercuri anisole. — ^This was first obtained in small yield 
by Dimroth, when dry mercuric acetate was warmed with excess of 
anisole. After removal of the p-acetoxymercuri anisole, the mother- 
liquors are treated with sodium chloride, and the mixture steam distilled, 
the excess of anisole passing over; the product is recrystallised from 
benzene, and has M.pt, 178° to 174° C. It crystallises from alcohol in 
needles and from chloroform in plates. When obtained by heating 
mercuri-bis-o-anisole (1 gram) with 0*7 gram of mercuric chloride in 
25 c.c. of alcohol for fifteen minutes, the crystals melt at 177° to 178° C. 
The corresponding bromide melts at 183° C. 

o-Iodomercuri anisole is best prepared by gently heating an 
alcoholic alkaline solution of o-chloromercuri phenol with methyl iodide ; 
it is also formed when the chloride is treated with potassium iodide 
solution. It crystallises in colourless needles, M.pt. 165° C., w^hich 
react with alcoholic potassium iodide to form mercuri-bis-o-anisole. 

Mercuri-bis-p -anisole.® — ^p-Bromoanisole (100 grams), 80 grams 
of xylene, 1/10 the volume of ethyl acetate, and sufficient 1-5 per cent, 
amalgam to give double the quantity of sodium required in the reaction 
are heated in an oil-bath at 160° C, for twenty-four hours. The flask 
should be frequently shaken, and more ethyl acetate added at eight- 
hour intervals. The residue obtained crystallises from hot benzene 
in transparent needles, 200 grams of p-bromoanisole yielding about 
80 grams of pure product. It melts at 202° C., sublimes on strong 
heating, and is readily soluble in hot benzene or cold chloroform. Pro- 
longed heating with hydrochloric acid decomposes it to anisole and 
mercuric chloride. It readily reacts with phosphorus and bismuth 
chlorides, forming mercuric chloride and phosphorus or bismuth anisyl 
halides. 

^ For merciiry compounds of p-chlorophenol, see German Patent, 234851 ; phenol 
and cresol sulphonic acids, German Patent, 410969 ; phenol- p-sulphonic acid, Rupp 
and Herrmann, Arch, Fkarm.^ 1916, 254 , 500, 

® Dimroth, Ber„ 1902, 35 , 2853 ; Manohot, Anmlen, 1920, 421 , 340 ; Whitmore and 
Middleton, J. Amer, Ohem. Soc„ 1923, 4 S» 1753 ; Michaelis, Ren, 1894, 27 , 257. 

® Michaelis and Rabinerson, Ber., 18^, 23 , 2342. 
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p-Chloromercuri anisole may be obtained : 

1. By mixing alcoholic solutions of mercuric chloride and mercury 
dianisyL 

2. By boiling the alcoholic solution of the double salt of trianisyl 
stibine and mercuric chloride, (OMe.C 6 H 4 ) 3 Sb.HgCl 2 .^ 

S. By adding sodium chloride to the product obtained when 1 moL 
of anisole and I mol. of mercuric acetate react in aqueous solution/^ 

It crystallises in colourless, pearly j^lates, M.pt. 239° C., readily 
soluble in hot benzene or cold chloroform, but with difficulty in alcohol. 
With arsenic trichloride on heating it forms anisyl dichloroarsine.^ 

The bromide is a similar compound, M.pt. 187° C. ; the iodide forms 
colourless plates, lM.pt. 227*^ C., and may be prepared by the use of 
potassium iodide, or b}' heating p-hydroxymercuri j^henol with methyl 
iodide in alkaline alcoholic solution. 

The compound mentioned in method 3 above, obtainable from 
mercuric acetate and anisole, is stated by Manchot to possess the formula : 

(C^HgO.HgOlDOH or C^HgO.HgCOH)^ 

It crystallises in white needles, sintering at 164° C. and melting at 169° 
C. Another method of ))reparation is as follows ; 7*8 grams of anisole 
(1 mol.) and 70 grams (8 mols.) of mercuric acetate in 700 c.c. of 
water are maintained at 50° C, and shaken for half-hour periods during 
three to four days. The product when crystallised from 25 per cent, 
acetic acid is obtained in fine needles, M.pt. 173° C., and although its 
melting-point differs from that of the first preparation, analysis shows 
the two compounds to be identical. The substance is unchanged when 
treated with sodium hydroxide, ammonium hydroxide, or sulphide, but 
decomposes when warmed with dilute hydrochloric acid. The above 
formula? have recently been criticised by Dimroth,^ who has shown that 
Maiicliofs compound consists of a mixture of p-acetoxymercuri anisole 
and 2 : 4-diacetoxymercuri anisole, M.pt. 197° C. 

p - Acetoxymercuri anisole, MeO.C 6 H 4 .HgOAc. — ^Dry mercuric 
acetate and excess of anisole (8 mols.) are heated on the water-bath 
until a test portion gives no ]3recipitate with sodium hydroxide. The 
solution on cooling deposits crystals of the acetate, which crystallise 
from dilute alcohol in needles, M.pt. 176*5° C. The mother-liquors 
from this ]^reparation contain o-acetoxymercuri anisole. 

A similar product is obtained when mercuri-bis-p-anisole is dissolved 
in acetic acid. The substance yields tlie chloride when treated with 
aqueous sodium chloride. 
p-Anisylmercuric oxide, 

/Hg.CeH4.0Me 

\Hg.CeH 4 . 0 Me 

When the preceding halogen compounds axe treated ■with aqueous 
sodium carbonate, the oxide is deposited as the solution cools. It 
crystallises from alcohol in fine, white needles, M.pt. 177 ° C., easily 
soluble in alcohol or hot sodium carbonate, but ■with difficulty in water. 

^ Loloff, Eer., 1897, 30, 2836. 

® Manchot, AmaUn, 1920, 421, 340. 

* Roeder and Blaise, Be/*., 1914, 47, 2752. 

^ Dimrotli, Rer., 1921, 54 , [B], 1504. 
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The solution has an alkaline reaction and absorbs carbon dioxide from 
the air. 

Derivatives of p-AlIyl anisole, Methyl chavicol.^— When 
treated with mercuric acetate this compound yields a syrup, from which 
two chlorides and bromides are obtainable. The first chloride is soluble 
in alcohol but insoluble in water, and forms white, glistening needles, 
M.pt. 81° to 82° C. ; the isomeride forms a resinous mass, insoluble in 
alcohol. The second chloride hardens when first heated, but softens 
at 55° C. without showing any definite melting-point, and both isomers 
yield p-allyl anisole on reduction. The acetate gives a bromide, white 
needles, M.pt. 70° C., and also a resinous isomeride. 

Derivatives of Phenetole. 

Mercuri-bis-o-phenetole is obtained : 

1. By heating o-iodomercuri phenetole under reflux 'with alcoholic 
potassium iodide, thiocyanate, or sodium thiosulphate.^ 

2. As a by-product in the preparation of o-iodomercuri phenetole 
(see below). 

3. From o-bromophenetole and sodium amalgam.® 

The substance crystallises in needles, M.pt. 83° C., is soluble in the 
usual organic solvents, and has similar properties to the anisyl derivative. 

The following compounds have been obtained from it in the usual 
manner: o-acetoxymercuri phenetole, tablets, M.pt. 150° to 155° C.; 
chloride, needles, M.pt. 132° C. ; bromide, needles or prisms, M.pt. 121° C. ; 
iodide, needles or prisms, M.pt. 111*5° C. Whitmore’s preparation of 
the latter compound is of interest. Five grams of o-chloromercuri 
phenol in 50 c.c. of 50 per cent, alcohol, 0*7 gram of sodium hydroxide, 
and 3*5 grams of ethyl iodide are gently heated on the water-bath 
for one hour. On cooling a small quantity of mercuri-bis-o-phenetole 
separates out and is removed. Addition of water precipitates the 
iodide. Yield 7 grams. 

Mercuri-bis-p-phenetole separates as leaflets from benzene, 
M.pt. 135° C. It is obtained by the amalgam method. 

p-Acetoxymercuri phenetole occurs as tablets, sintering at 100° C. 
and melting at 162° C. It is prepared by the same methods as used for 
the anisyl compound. 

p-Chloromercuri phenetole. — ^The melting-point of this compound 
appears to differ slightly according to the method of preparation. From 
the acetate by aqueous sodium "chloride, the M.pt. is 234° C. ; ^ from 
mercuri-bis-p-phenetole and mercuric chloride, M.pt. 241*5° C. ; ^ from 
the compound EtO.CeH 5 .Hg(OH) 2 , and sodium chloride, M.pt. 238° C.® 
It may also be prepared by boiling an alcoholic solution of (C 8 HgO) 3 Sb. 
HgCIg. The bromide crystallises in needles or leaflets, M.pt. 241*5° C., 
and the iodide in needles, M.pt. 216° C. The oxide is deposited in fine 
needles from alcohol, M.pt. 202° C. 

The compound, EtO.C 6 H 5 .Hg(OH) 2 or (EtO.CeH 5 ,HgOH)OH, is pre- 

1 Balbiano and Paolini, Ber,, 1903, 36, 3680 ; GazxeUa, 1906, 36, i. 264 ; Balbiano, 
Ren, 1909, 42, 1505. 

^ Whitmore and Middleton, J, Amer. Chem. 80 c., 1923, 45, 1753. 

® Michaelis, Ber., 1894, 27, 261 ; Dimroth, ibid., 1899. 32, 768. 

* Dimroti^ loc. cit ; Michaeh's, Ber., 1894, 27, 259. 

^ Michaelis, he. dt, 

^ Manchot, Annakn, 1920, 421, 340. 
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pared as follows : 12*2 grams of phenetolc (1 mol) and 31-8 grams of 
mercuric acetate in 318 c.c. of water are heated at 50® C. for ten days, 
with frequent shaking. Yield 18 grams. It crystallises from dilute 
alcohol in small needles, M.pt. 135*5° from methyl alcohol in spherical 
or globular aggregates, from water in fine silky needles. When warmed 
with dilute hydrochloric acid it decomposes, but with 10 per cent, 
potassium bromide, a bromide, M.pt. 198® C., is isolated, which is probably 
an impure form of the bromide referred to above, M.pt. 241*5° C. It 
has been stated more recently ^ that the compound, EtO.CeHg.HgOH, 
can be separated into p-acetoxymercuri phenetole and 2 : 4-diacetoxy- 
mercuri phenetole, M.jjt. 183° to 184® C. 


Derivatives of Nitrophenols. 


Anhydride of 4-hydroxymercuri-2-aci-nitrophenol,- 


0 

II 

A=N0 


V- 


The sodium salt of o-nitrophenol is shaken with the calculated amount 
of mercuric acetate in aqueous solution, when the anhydride separates 
o\it as a yellow precipitate. When treated with bromine or iodine in 
potassium iodide, bromo-2-mtrophenol and iodo-2-nitrophenol result. 

4-Chloromercuri-2-nitrophenol is formed when the above 
anhydride is treated with hydrochloric acid. It forms colourless solu- 
tions in acetic acid or acetone, but yellow solutions in pyridine ; it is 
somewhat soluble in alcohol or ether and insoluble in chloroform. 

4 -Hydroxymercuri -2 -nitrophenol forms pale yeUow crystals, M.pt. 
240® to 250® C., obtained by treating a sodium hydroxide solution of the 
auhj’dride with dilute sulphuric acid. It is readily soluble in acetone, 
less soluble in hot alcohol, and insoluble in water. Its sodium salt crystal- 
lises from alcohol in dark red crystals. 

4-Acetoxymercuri-2-nitrophenol.®— To a warm solution of 
10 grams of o-nitrophenol in 200 c.c. of water and 10 c.c. of 40 per cent, 
sodium hydroxide, a solution of 22-S grams of mercuric acetate in 200 c.c. 
of water plus a few drops of acetic acid is added drop by drop. The 
precipitate first formed is orange, but after two hoxns’ stirring this 
becomes pale yellow, when it is filtered and washed with very dilute 
boiling acetic acid. The product obtained is dissolved in 5 per cent, 
sodium hydroxide, filtered and re-precipitated by acetic acid, the result- 
ing substance after washing and drying weighing about 16 grams. It 
is easily soluble in hot glacial acetic acid, W insoluble in or^nary 
organic solvents.^ 

6-Acetoxymercuri-2-nitroplieiiol.— A mixture of 15 grams of 
o-nitrophenol and 8 grams of mercuric acetate is gradually heated to 150° 

J ramroth, Ber., 1921, 54 , [B], 1604. 

® Hantzsch and Anld, Ber., 1^6, 39 , 1105. 

® Raiziss and Proskouriakoff, J. Amr. Qhem. Sec., 1922, 44 , 787; see Hodeson, ibid,, 
1927, 49 , 2840. f > 

* Hodgsem, loo, cU, 
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C. during one hour, then kept at 140° to 150° C* with frequent shaking 
for four hours. The reaction mixture is then treated with a saturated 
solution of sodium chloride and steam distilled. From the non-volatik* 
residue 2 grams of 6-chloroviercuri~2-‘nitrophenol is obtained by extraction 
with boiling alcohol. The light brown colourless residue is dissolved in 
dilute sodium hydroxide, filtered and re-precipitated by acetic acid. 
Crystallisation from acetic acid gives a pale brownish-yellow product, 
unmelted below 300° C, The product is transformed by iodine in 
potassium iodide to 6-iodo-2-nitrophenol. 

The melting-points and crystalline forms of the 6- and 4-halide- 
mercuri-2-nitrophenols is as follows : 6-fluoro-, pale yellow plates, M.pt. 
187° C. ; 6-chloro-, pale yellowish-brown rectangular plates, M.pt. 
185° C. ; G-broyno-, pale yellow plates, M.pt. 177° C. ; 6‘iodo-^ deep 
yellow needles, M.pt. 215° C. ; 4^-Jluoro^ micro-crystalline }>iates, M.pt. 
195° C. ; ^i-chloro-, creamy yellow micro clusters, M.pt. 205° C. ; 4- 
hromo-, needles, M.pt. 286° C. ; 4-iodo-, bright yellow needles, M.pt. 
above 300° C. 

Sodium - 6 - hydroxymercuri - 2 - nitrophenolate gives scarlet 
crystals ; the 4-compound is deeper red.^ 

Anhydride of 2-hydroxymercuri-4-aci“nitrophenol,^ 

0 

II 

U 

II 

m — o 

This product is a yellow powder, formed by prolonged boiling of a dilute 
alcoholic solution of mercuric acetate with sodium p-nitrophenoxide. 
It yields a double salt with pyridine, which is a scarlet powder decom- 
posing at 190° C. into its constituents. The mercury must be ortho to 
the hydroxyl group, since 2 : 6-dibromo-p-nitrophenol does not yield a 
corresponding derivative. The anhydride does not react with potassium 
iodide or hydrogen sulphide, but with iodine it gives mercuric iodide and 
o-iodo-p-nitrophenol. 

2-Ghloromercuri-4-nitrophenol occurs as colourless crystals, 
M.pt. 175° C. It may be obtained by adding hydrochloric acid to the 
anhydride, or by treating the mixture used in the preparation of the 
acetoxymercuri compound with warm dilute sodium hydroxide, when 
an orange deposit of the monosodium salt appears on cooling. This is 
filtered off, dissolved in water, and the solution acidified with hydro- 
chloric acid, when the chloride is deposited as a white precipitate, which 
is reerystaliised from 50 per cent, alcohol. The chloride is soluble in 
alcohol and ethyl acetate. . 

2 -Hydroxymercuri -4 -nitrophenol, obtained from the sodium 
salt, is an amorphous powder, M.pt. 206° C., soluble in acetone, alcohol, 
or acetic acid, giving colourless solutions, but a slightly yellow solution 
in pyridine. Its sodiuTu salt contains 0*5 mol. of water of crystallisation, 
is easily soluble in water, and darkens when heated. 

2 -Acetoxymercuri -4 -nitrophenol. — ^Aqueous solutions of equi- 

^ For ooxnpouuds from o-nitroplienol with morciuic zutr&te and 4-ohIoro-2-iiitroplieiiol 
with mercuric oadde, see German Patent, 234851. 

s Kaiziss and Proskouriakdff, he. c«S. 

VOL. XI. : I. 
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molecular quantities of mercuric acetate and sodium p-nitrophenolate 
are boiled for two hours, the yellow precipitate washed with water and 
reciy^stallised from hot glacial acetic acid. This compound is dried for 
three days over calcium chloride and found to contain some dimercurated 
derivative when analysed.^ 

2 : 2'-Mercuri-bis-4-nitrophenoP is isolated from its sodium salt, 
the latter being obtained from the corresponding oxide by reduction with 
sodium sulphide. This oxide is formed from sodium p-nitrophenolate 
and mercuric acetate, the two being boiled in aqueous solution. 

Anhydride of 2«Hydroxymercuri-4-aci-nitro-6-nitrophenol,® 
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Freshly precipitated mercuric oxide and the calculated quantity of 
dinitropheno] are boiled together in aqueous solution for sixteen hours, a 
lemon-yellow powder resulting which is only slightly soluble in water or 
alcohol, and insoluble in other solvents except pyridine. When heated 
with the latter it forms a double mnpound which may be precipitated 
by the addition of ether. This derivative is dark yellow in colour and is 
decomposed ^vhen heated, and in aqueous solution it yields no mercury 
ions. When the anhydride is treated with bromine, o-bromodinitro- 
phenol is formed, and with dilute hydrochloric acid the chloj'omercuri 
derivative is obtained, a colourless, crystalline powder, M.pt. 182° C. 
with decomposition. 

2-Hydroxymercuri-4 : 6-dimtrophenol, obtained as a micro- 
crystalline powder from alcohol, is neutral to litmus. It may be pre- 
pared from its sodium salt The latter is formed \vhen the chloride 
is treated with concentrated sodium hydroxide, and it crystallises from 
water or alcohol in orange-red prisms containing 1 mol. of water of 
crj^stallisation, and 'which explode when strongly heated. 

Anhydride of 3 -hydroxymercuri-4-aci-nitro-2 : 6-dinitro- 
phenol, 

0 



Mercuric oxide (8-4 grams) is shaken for several hours with a solution of 
15 grams of picric acid in 800 c.c. of water at 80° C,, when orange-yellow 
needles separate. If this mixture is then boiled the anhydride results. 
It yields small, pale yellow crystals which are only slightly soluble in 
the usual solvents and decompose without melting. In aqueous solu- 
tion it is a non-electrolyte, and 'with dilute hydrochloric acid the chloro- 

^ Raiziss and Proskouriakoff, J. Amer. Chem. JSoc., 1922, 44 , 787. 

* Poumeau and Vila, J. Pharm, Ghim., 1912, [vii.], 6 , 433. 

* Hantzach and Auld, Ber,, 1906, 39 , 1105. 
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mercuri compound is formed, pale yellow crystals, M.pt. 118® C. These 
crystals with sodium hydroxide give the sodium salt, yellow needles, 
which in turn are decomposed by dilute sulphuric acid, yielding the 
hydro,rijm ercuri derivative. 


Derivatives of Aminophenols. 


2 : 2'-Mercuri-bis-4-aminophenol ^ is obtained from the corre- 
sponding nitro compound by reduction in alkaline solution with sodium 
hydrosulphite. It forms heavy needles, insoluble in water, but readily 
soluble in alcohol. The hydrochloride crystallises in brilliant needles, 
soluble in water. The free base in alkaline solution is rapidly oxidised 
on exposure to air, and its acetyl derivative crystallises in slender needles, 
soluble in alkali, forming stable solutions. 

4-Acetoxymercuri-ni-dimethylaminophenoP 


NMea 

/\ 


HgOAo 


A solution of 2-8 grams of m-dimethylaminophenol in 10 c.c. of alcohol 
is mixed with 7 grams of 90 per cent, mercuric acetate in 80 c.c. of water. 
A jelly forms, and this when heated for two minutes on the water-bath 
melts, and yellow crystals separate. The precipitate is collected, 
washed with water, and dried in vacuo. Yield 7*4 grams, 92 per cent. 
It forms ^rty yellow crystals, insoluble in the usual solvents, except 
pyridine. It dissolves in sodium hydroxide, and the solution may be 
boiled without decomposition. In water it only dissolves to a slight 
extent, the solution giving mercuric sulphide on addition of ammonium 
sulphide. When the dry product stands for two weeks metallic mercury 
separates out. If the substance is slowly heated it melts with decom- 
position at 100° to 110° C. 

When m-dimethylaminophenol is heated with mercuric acetate in 
equimolecular proportions mercury is precipitated, and a mercury-free 
pink dye is formed. 

The aeetoxymercuri compound when methylated yields is-acetoxy- 
mercuri-m-dimethylaminoanisole hydrochloride, pink leaflets, M.pt. 140“ 
to 150“ C., and at 190“ C. it decomposes with evolution of gas and 
formation of a pink, fluorescent dye. 

4-Acetoxymercuri-m-dimethylaminophenyl acetate is pre- 
pared as above, using m-dimethylaminophenyl acetate. Yield 78 per 
cent. It forms colourless crj'stals, M.pt. 110° C. (corr.), readily soluble 
in hot alcohol. The cold alcoholic solution with ammonium sulphide 
gives a yellow precipitate which blackens in a few minutes. When the 
substance is warmed for a few minutes mth dilute sodium hydroxide, 
cooled and neutralised with acetic add, ammonium sulphide immedi- 
ately gives mercuric stdphide. This is no doubt due to the hydrolysis of 
the acetyl group bj alkali and the formation of the less stable mercury 
derivative of m-dimethylaminophenol. The dry acetate blackens when 
kept for several months. 

^ EoiLnieau and Vila, </. Pharm, Chim,, 1912, [rii.], 6 , 433. 

* Kharasdi and Chalkley, J, Amer* Chevst* Soc», 1924, 4 ^* 1211. 
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Mercuri-bis-m-hydroxyphenyl-trimethylammonium acetate. 
— A solution oi* 5*6 grams of m-hydroxyphenyl-trimethyl ammonium 
iodide in 20 c.c. of water is shaken with the silver oxide from 4*6 grams 
of silver nitrate. After ten minutes the solution is filtered and neutral- 
ised with acetic acid. It is mixed with a solution of 7-1 grams of 90 per 
cent, mercuric acetate, and the mixture heated until a test portion gives 
a yellow and not a black precipitate with ammonium sulphide. The 
solution is evaporated to diyness in vacuo and the residue dissolved in 
about 15 c.c. of alcohol, and 275 c.c. of acetone added. The solution is 
warmed until clear, then the liquor poured off, 450 c.c. of acetone added, 
and the whole allowed to stand for twenty-four hours, when colourless 
crystals separate. These are collected and dried in vacuo. Yield 2*2 to 
2*8 grams, 53 to 69 per cent., calculated on the following equation : — 



+Hg<( 


OAc 

OAc 


AeO.NMeg AcO.NMej 

/\ 


HO! 


\/ 


-Hg- 


\/ 


HO 


-j-2Ac.OH 


It may be purified by solution in alcohol and precipitation with 
acetone. The substance is a white, very hygroscopic powder, which 
melts with decomposition and evolution of gas at 116° to 117° C. (corr.). 
It is soluble in water or alcohol, but insoluble in ether. Its aqueous 
solutions decompose on stan^ng for a week, yielding a white precipitate 
and inorganic mercury in solution. 

3-Ghloromercuri - m - hydroxyphenyl - trimethylammonium 
anhydride.— A solution of 2-3 grams (1 mol. equivalent) of the pre- 
ceding compound in 5 c.c. of 60 per cent, alcohol is treated with 0-9 
gram (0*9 molecular equivalent) of mercuric chloride in 12 c.c. of 60 
per cent, alcohol. The suspension is shaken and gently warmed until 
practically all the precipitate has dissolved, the liquor poured oft and 
allowed to stand for twenty-four hours. From this, 0*6 gram of solid 
is obtained, 25 per cent. The dry compound is insoluble in cold water, 
but readily dissolves in dilute acetic acid. It melts with decomposition 
at about 130° to 150° C., turning purple. 

2:6-Diacetoxymercuri - p - hydroxyphenyl - trimethylam- 
monium acetate, CeH2(l)OH(4)NMe3.0COCH3(2:6)(HgOAc)2, forms 
large colourless needles which, when slowly heated, decompose with gas 
evolution at about 155° to 160° C. It is extremely soluble in water, 
insoluble in benzene, acetone, or ether. 

2 - Ghloromercuri - p - hydroxyphenyl - trimethylammonium 
acetate, C6H3(l)0H(4)NMe3.0C0CH3(2)HgCl, obtained from the 
mother-liquors of the preceding compound, decomposes at 155° to 160° C., 
turning blue-green. It is soluble'in pyridine, sparingly in water, and is 
stable when dry. 

3:5- Dichloromercuri - o - hydroxyphenyl - trimethylam- 
monium anhydride. 


-NMes 

r6 


A 

:g‘\y)Hga 


The product of reaction between o-hydroxyphenyltrimethylammonium 
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hydroxide and mercuric acetate is treated with sodium chloride. The 
com))ound is practically insoluble in water, but dissolves in dilute 
sodium hydroxide, acetic acid, or pyridine. When heated it suddenly 
becomes violet at about 200° to 210° C., and 5° or 10° higher suddenly 
becomes brick-red and decomposes. 

(4:6)? Dichloromercuri - m - aminophenyl - trimethylam- 
monium acetate is obtained by the action of mercuric acetate on in- 
aminophenyl-trimethylammonium chloride. It forms colourless or pale 
brown crystals which decompose at 200° C. It is sparingly soluble in 
water, the solution giving an immediate black precipitate with ammon- 
ium sulphide.^ 


Derivatives of Cresols. 


The mercuratioii of o-cresol by mercuric acetate in aqueous acetic 
acid solution, using equimolecular quantities of the reagents, gives rise 
to three products, in yields as given below : ^ 


OH 

Ach, 


\/ . 

HgOAc 

50-3 to 62-3 per cent. 


II. 


OH 

AoOH^/^pIs 

I i 

\/ 

13-4 to 20*7 per cent. 


OH 


AoOHg|/^|CH3 

HgOAc 
2*6 to 7-0 per cent. 



4-Acetoxymercuri-o-cresol (I.) melts at 153'" to ISo” C. and de- 
composes at 186° to 190° C. ; it is converted by bromine into 1-broino-o- 
cresol, and yields a chloroinercuri compound, melting with decomposition 
at 200° to 202° C., and a nitratomercuri derivative, M.pt. 212° to 213° C. 
with decomposition. 

6-Acetoxymercuri-o-cresol (II.) melts at 128° to 125° C, and 
decomposes at 191° C., and. is transformed into 6-bromo-o-cresol on 
bromination. Its chloride and nitrate melt at 160° to 162° C. and 208° to 
210° C. respectively with decomposition. 

4 : 6-Diacetoxymercuri-o-cresol (III.). — ^The yield of the product 
may be increased by raising the temperature in the above reaction or by 
us ing 2 mols. of mercuric acetate. The diacetoxy compound melts 
with decomposition at 192° to 195° C., and yields dichloromercuri and 
’ dinitratomreuri derivatives, melting with decomposition at 210° to 212° 
C. and 222° C. respectively. The above three compounds when nitrated 
give t : 6-dinitro-o-cresol. 

2 :6-Diacetoxymercuri-p-cresol,® 



When p-cresol is mercurated, using mercuric acetate, two products are 
foniied, one a raonoacetoxymercuri and the other a diacetoxymercuri 

> I’or mechanism of merouration of o-acetaminoplionols, see Maachmami, Annalen, 
1926, 450 , 85. 

* Mameli, Qassetta, 1926, $ 6 , 948. 

3 Dimroth. Br., 1902, 35 , 2863. 
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compound. To 21*6 grains of mercuric oxide in 500 c.c. of water, 
10*8 grams of p-cresol in a little alcohol and 18 grams of acetic acid are 
added. If left at room temperature the reaction is complete in two 
days, but if carried out at 90° C. it only takes thirty minutes. The 
mixture is filtered whilst hot, and the residue is almost pure diacetoxy- 
mercuri compound. It crystallises from dilute acetic acid in granular 
crystals, which contain 1 mol. of water of crystallisation when dried in 
air, and when heated it decomposes at about 200° C. without melting. 

Chloromercuri -p-cresol is obtained from the warm mother- 
liquors in the above preparation by the addition of sodium chloride. It 
separates in fine needles, which are contaminated with the chloride from 
the diacetoxy compound. To effect a separation the mixture is treated 
with cold alcohol, the solvent partially removed, and the substance 
precipitated by water and recrystallised from hot benzene, when long 
branching needles are obtained. These are readily soluble in cold 
alcohol and melt at 16C° C. to a clear liquid, which at 176° C. becomes 
turbid, and again solidifies at 183° C. Its benzoyl derivative melts at 241° 
to 242° C. The corresponding iodide cannot be obtained by the addition 
of potassium iodide to the acetate, since this precipitates mercuric 
iodide ; but when the chloride is treated with a large bulk of boiling 
water and potassium iodide is added, the iodide separates out in fine 
needles. These become yellow at 145° C. and red at 170° C., partial 
decomposition taking place and the substance subliming. It is easily 
soluble in ether or alcohol, with difficulty in benzene or chloroform, but 
prolonged boiling with alcohol or benzene tends to decompose it, although 
it is quite stable in boiling water. When treated with iodine it forms 
mercuric iodide and o-iodo-p-cresol. 

Anhydride of o-hydroxymercuri-p-cresol, 



OH3 


1. The chloride is dissolved in dilute sodium hydroxide and carbon 
dioxide passed in, the anhydride being precipitated. 

2. By adding the requisite amount of boiling sodium carbonate 
solution to an alcoholic solution of the chloride. 

It is a fine white powder, insoluble in the usual solvents, but soluble in 
phenol. When dissolved in an excess of 12 per cent, sodium hydroxide, 
carbon dioxide passed in, and the mixture slowly cooled, the sodium 
salt separates in needles which are decomposed when exposed to light. 
Treatment of the anhydride with hot dilute acetic acid gives the o-acetoxy- 
mercuri compound, which sinters at 150° C. and melts with decomposition 
at 163° C. 

Mercuration of p-cresol inethyl ether. — ^The ether (4*8 grams ; 1 
mol. ) is shaken with a solution of 38*4 grams of mercuric acetate (3 mols. ) 
in a stoppered flask for several days at 50° C. The precipitate is then 
removed and washed with water until the washings give no reaction for 
mercury. About 12 grams of product are obtained which, after crystalli- 
sation from 20 per cent, acetic acid and then from alcohol, yield long 
needles, M.pt. 131*5° C. When the ether and mercuric salt are used in 

^ Mancliofc, AnnaUn, 1920, 421 , 335. 
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the proportion 1 : 1, the resulting product melts at 182" C.^ Analysis 
of this substance agrees with the formula : 

3iMe.C5H4.0Me.Hg(C2H302)2.2Hg0 

It is unaffected by ammonium sulphide or sodium hydroxide, but when 
its clear alcoholic solution is treated -with aqueous sodium chloride, 
chloromercuri-p-cresol methyl ether, Me.C6H4.OMe.HgCl, is precipitated. 
This crystallises from 96 per cent, alcohol in white needles, M.pt. 102"' C., 
which are not acted upon by ammonium hydroxide, sulphide, or sodium 
hydroxide, although easily soluble in the latter. 


Deeivatives of Thymol.® 


o(?) - Chloromercuri thymol . — To a hot alcoholic solution of 5 grams 
(1 mol.) of thymol, 10'6 grams (1 mol.) of mercuric acetate in acetic 
acid-alcohol solution are added, and the mixture boiled for one hour. On 
cooling, a slight precipitate of 0-5 gram of dimercuri compound is de- 
posited, and after filtering, sodium chloride solutionis added, when chloro- 
mercuri thymol is obtained as a voluminous precipitate. This is re- 
crystallised from 40 per cent, alcohol, hair-fine needles, M.pt. 189-5° C., 
being deposited. Yield 10 grains. The substance is readily soluble in 
dilute sodium hydroxide, but if the latter is too concentrated the sodium 
salt is produced. 

2 : 6 -Diacetoxymercuri thymol is formed when 2 mols. of mercuric 
acetate are used to 1 mol. of thymol, the reaction being carried out 
in boiling alcoholic solution containing some acetic acid. After a 
time the mixture which practically solidifies is cooled, filtered, and re- 
crystallised from ethyl acetate-acetic acid mixture, white shining needles 
coming down. These melt at 215° to 216° C. with decomposition, and 
are soluble in sodium hydroxide, from w'hich the sodium salt crystal- 
lises in plates.® A hot 10 per cent, solution of sodium hydroxide yields 
2 : Q-dihydrowy 7 nercu}'i thymol, which crystallises in colourless plates, con- 
taining 8 mols. of water of crystallisation; in aqueous solution it is 
converted by carbon dioxide into the anhydride, 


/Jtig 

OH.Hg.C6HMePi< 1 
^0 


With sodium chloride, 2-6-dichlmwnercuri thymol is formed, M.pt. 210° 
to 211° C. with decomposition, which may be reduced to thymol by 
zinc and potassium hydroxide. The corresponding iodomercuri com- 
pound is also known, and a 2 : Q-dinitratomercuri thymol formed from the 
diacetate and 5 per cent, nitric acid. 

2-Acetoxymercuri thymol, prepared in the usual manner, forms 
a lustrous, white powder, M.pt. 147° C., decomposing at 182° C., and 
giving an immediate precipitate with ammonium sulphide, but with 
hydrogen sulphide only in the presence of hydrochloric acid. With 
sodium chloride the 2-chloromercuri derivative is formed, M.pt. 144° to 
145° C., decomposing about 160° C.* This compound is probably 

1 Dimroth, Ber., 1921, S 4 , [B], 1504, gives the melting-point as 136“ C. 

3 Dimroth, 1902, 35 , 28^. .*,00 

» See Merck, Arch. Pharm., 1803, 231 , 124 j Paolini, Qamtia, 1921, 51 , u, 188 ; Rupp, 
Arch, Pharm,, 1917, 255 , 191. 

^ Mameli and Mamjeli-Mannessier, OazzeUa, 1922, 52 , ii, 1. 
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identical mih Dimroth’s chloride mentioned above. The following 
thymol-2-derivatives arc also known : Bromide, crj^stalline powder^ 
contracting at 140® C. and reddening and subliming at 180® C. ; sulphate, 
amorphous, white po^vder, reddening without melting at 220® C. ; nitrate, 
pink powder, M.pt. 148® to 150® C., decomposing at 155® C. and turning 
violet in the light ; oxide, white precipitate, M.pt, 195® C. with decom- 
position. 

6-Acetoxymercuri thymol occurs as small, lustrous crystals, M.pt. 
163® C., decomposing at 178® to 180® C. The bromide is a white com- 
pound, M.pt. 149® C. with decomposition ; sulphate, amorphous pow^der, 
decomposing at 235® C. ; nitrate, white powder, M.pt. 167® C. with decom- 
position ; oxide, wiiite pow^der, blackening at 180® C., and decomposing 
about 205® C. ; hydroxide, M.pt. 190° to 195° C. with decomposition. 

2“Acetoxymercuri-6-iodothymol^ forms white crystals, redden- 
ing at 170® C, and melting at 175® C. with decomposition ; the chloride 
turns yellow' at 119® C. and melts at 122® to 124® C. ; the bromide turns 
yellow at 102® C., M.pt. 105° to 108® C. ; oxide, M.pt. 162® to 165® C. with 
decomposition. 

3 - Acetoxymercuri - 4 - hydroxy - 2 - methyl - 5 - isopropyl - 
benzaldehy de — ^Molecular proportions of 4-hy droxy-2-methyl-5-isopro- 
pylbenzaldehyde (p-thymolaldehyde) and mercuric acetate, in alcoholic 
solution containing a little acetic acid, are boiled for fifteen minutes and 
cooled. The precipitated product crystallises from acetone containing a 
small quantity of acetic acid in colourless, hard prisms, sintering at 
179® C. and decomposing at 185® C. Iodine in potassium iodide solution 
splits off the mercury, with probable formation of 3-iodo-4-hydroxy-2- 
methyl-5-isoproi)ylbenzaldehyde, pale yellow', octagonal prisms, M.pt. 
128° to 129® C. 


Derivatives of Carvacrol.® 


Acetoxymercuri and Diacetoxymercuricarvacrol . — Solutions 
of carv'acrol (1 mol.) and mercuric acetate (2 mols.) in 50 per cent, 
alcohol are boiled for fifteen minutes, then cooled, a crystalline sub- 
stance separating out. Concentration of the filtrate gives a pale yellow 
oil, which may be crystallised on warming with alcohol. The mother- 
liquors from the oil are mixed with the alcoholic filtrate from the 
solid, and the above process of concentration, etc., repeated. In this 
W'ay eight crops of crystals are obtained, the fourth and sixth being 
mercurous acetate, and 18 grams of carvacrol give 61-3 grams of crude 
mercury compound. The first two crops (34 grams) are practically 
pure monomercuri derivative, crops 3, 5, and 7 (21*8 grams) nearly pure 
diacetoxymercuri compound, whilst 8 consists of 5*5 grams of a mixture 
of the two compounds. One crystallisation of the above 34 grams gives 
pure acetoxymercuricarvacrol, in short, highly refractive, colourless 
c^stals, decomposing at 196® C. Similarly crops 3, 5, and 7 yield the ' 
diacetoxymercuricarvacrol in colourless, well-formed prisms, sintering 
at 190® C. and decomposing at 215® C. Although orientation experi- 
ments are not very satisfactory in the case of three compounds, and since 
the mercuri residue apparently never enters the benzene ring in the meta 


1 

i 


Mameli, Gojszetta, 1922, 52, ii, 18. 
Hemy and Sharp, J, Chem, JSoc., 1926, 


P* 


2436. 
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])ositioii to a iiydroxyl ,s^roup, these compounds arc ]>rol>aijly 4- or d- 
monoacetoxymercuri and 4 : 6-diacetoxymercuricars"acrols (OH in 
position 1). 

5 - Chloromercuri - 4 - hydroxy - 3 - methyl - 6 - isopropyl - 
benzaldehyde. — Molecular proportions of 4-hydroxy-3"methyl-6-iso- 
propylbenzaldehyde (p-carvacrolaldehyde) and mercuric acetate in 
alcohol containing acetic acid are boiled for 1*25 hours. The solution is 
filtered and treated with an excess of 10 per cent, aqueous sodium chloride, 
when a pale cream-coloured precipitate is thrown down. This is filtered 
off, dried, and recrystallised from acetone containing one drop of hydro- 
chloric acid, small, four-sided plates being deposited, which sinter and 
darken about 209® C. and decompose indefinitely about 260® C. A 
50 per cent, yield of the corresponding ^-acetoxymerciiri derivative is 
obtained when molecular proportions of p-carvacrolaldehyde and mer- 
curic acetate are heated for 1*5 hours on the water-bath. A yellow oil 
is formed, and this after extraction with hot ligroin is dissolved in a 
little acetic acid and the solution filtered. On cooling, colourless needles 
of 4-hydroxy - 5 - acetoxymercuri - 8 - methyl - 6-isopropylbenzaldehydc 
separate, M.pt. 120° C. These crystals contain 1 mol, of acetic acid, 
which is not lost on drying in vacuo. When treated with a solution of 
iodine in potassium iodide, a product is obtained which crystallises from 
alcohol in long, colourless needles, M.pt. 157° C. It is probably 5-ioda- 
4-hydroxy-8-methyl-6-isopropylbenzaldehyde. 

Derivatives of Alkyl Phenols. 

2-Acetoxymercuri-p-tert.-butylphenol. — Two molecules of the 
jihenol and 1 mol, of mercuric acetate in 50 per cent, alcohol containing 
a little acetic acid are allowed to stand ; a test portion dissolves in 
sodium hydroxide after about twenty hours. In three days 2-53 grams 
of product rich in monomercurated compound crystallises out in white 
needles. The filtrate on concentration gives some unchanged butyl- 
phenol, and a clear yellow oil which solidifies on standing. The latter, 
after steam distillation and drying, weighs 3*6 grams. It crystallises 
from ligroin, saturated with acetic acid, in colourless, shining plates, 
M.pt. 180° C,i 

2 :6-Diacetoxymercuri-p-tert.-butylphenol, — Six grams of the 
phenol in 10 c.c. of alcohol and 25-6 grams of mercuric acetate in 160 c.c. 
of alcohol containing 4 c.c, of acetic acid, are mixed and boiled for one 
hour. After standing overnight the mixture is filtered, concentrated 
to half-bulk, and 200 c.c. of water added. A white, sticky solid is 
precipitated, which becomes crystalline when warmed with alcohol. 
The total yield, taking into account recovery from mother-liquors, is 
23*35 grams. It melts at 224° C. with decomposition, and is readily 
soluble in the usual organic solvents. When nitrated with concentrated 
acid at 0° C. it yields 2 : 6-dinitro-p-tert.-butylphenol, thus proving the 
positions of the mercury in the compound. 

2 -Acetoxymercuri -p-isoamylphenol is prepared in a similar 
manner to the above monomercurated product. It crystallises in white 
fiakes, M.pt. 176° to 177° C. with decomposition. 

2 : 6-Diacetoxymercuri-p-isoamylphenol crystallises from acetic 
acid in shining prisms, M.pt, 123° to 125° C., containing 1 mol. of 
^ Henry and Sharp, J» Ghem, *Sfoc,, 1926, !>. 2434. 
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solvent. With twice its weight of ice-cold, concentrated nitric acid it 
yields 2 : 6-dinitro-p-isoamylphenol. 

Derivatives of Guaiacol.^ 

Mercuric acetate reacts with guaiacol in methyl alcohol or ethyl 
alcohol— acetic acid solution to yield principally diacetoxymercuri 
guaiacol and possibly some monomercuri compound. 

4 : 6 -Diacetoxymercuri guaiacol, 

OH Hg.OAo 
OMe<( )> 

^Hg.OAc 

forms wlrite crystals which turn yellow, then red when heated, but do 
not melt. Nitric acid converts the compound to 4 : 6-dinitroguaiacoL 
This diacetate with 5 per cent, sodium hydroxide yields an oxide, 

OH_Hg.OAc 

0M€<^ ^ 

0 ^Hg 

\/ 

ail infusible, heavy powder, turning biwn at 200"" to 210° C. The 
chloride is formed in the usual manner, and is a crystalline powder, 
decomposing at 179° to 180° Cl, and the nitrate is an infusible, white, 
crystalline compound. 

5-IodO’acetylguaiacol is also stated to give a diacetate. 

Vanillin on mercuration yields a crystalline monoacetate, which may 
be converted to the chloride, the latter giving iodovanillin on treatment 
with iodine.^ 

Derivatives of Safrol.® 

Mercuration of safrol by mercuric acetate yields a syrup containing 
tveo isomeric acetates, one of which eventually crystallises out, the other 
remaining as a sticky mass. Both isomers are reduced to safrol when 
treated with zinc and sodium hydroxide. The crystalline form yields a 
inercmichloride, a white crystalline powder, insoluble in water and very 
slightly soluble in boiling alcohol. When heated it blackens towards 
170° C. The syrupy isomeric acetate yields a chloride, which crystallises 
from alcohol in rosettes of hard, glistening, prismatic needles, M.pt, 188° 
C. This form can be more conveniently prepared as follows : 8*1 grams 
of safrol in a stoppered flask are shaken with 16 grams of mercuric 
acetate (1 mol.) in 160 c.c. of water for about two and a half hours 
at 50° C. When the reaction is complete the mixture is shaken with 
10 per cent, sodium chloride solution, a crystalline precipitate of the 
chloride being deposited. Yield about 12 grams. Recrystallisation 
from alcohol gives long, white, stellate, monoclinic prisms, M.pt. 136° to 
187° C. The compound gives no reaction with ammonium sulphide, 
hydroxide, or sodium hydroxide,' but if warmed with dilute hydro- 
chloric acid the smell of safrol becomes evident. It is only slightly 

> Mameli, OaezeUa, 1922, 52, ii. 23. 

a Paolini, Gazzetta, 1921, 51, ii. 188. 

« Balbiano and Paolini, Ber., 1902, 35, 2998 ; Atti. i?. Accad, Lincei, 1902, [v,], ii, ii. 
65 ; Ber,, 1903, 36, 3579 ; Balbiano, Ber,, 1909, 42, 1505 ; Manohot, Armalm, 1920, 421, 
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soluble in water, but easily in sodium hydroxide, from which it may be 
precipitated by hydrocliloric acid. The compound is an oxychloride of 
the formula, CxoHiQ02Hg(OH)CL The corresponding bromide is pre- 
jDared in a similar way, sodium chloride being ref>laced by potassium 
bromide. It melts at 144® to 145° C., and crystallises in long, silky, 
shimmering, white needles from dilute alcohol. It exhibits" similar 
properties to the chloride. The iodide forms small, white needles, M.pt. 
152° C., which are decomposed by hydrogen sulphide, becoming first 
orange, then black. It does not redden \vhen boiled with water and is 
unchanged by potassium iodide solution. In water it is insoluble, but 
readily dissolves in dilute alcohol or sodium hydroxide. The base, 
CxQHxQO^,Hg(OH)OH, is easily obtained from the bromide by the action 
of moist silver oxide. The clear solution is faintly alkaline to litmus, 
but gives no colour with phenolphthalein. Treated with hydrochloric 
acid it becomes turbid, and on warming the mixture smells strongly of 
safrol. Potassium bromide solution decomposes it, with formation of 
the oxybroviide, 

Isosafrol reduces mercuric to mercurous acetate, and is itself oxidised 
to a glycol. 

DEniVATiVES OE Eugenol Methyl Ethek.^ 

This compound yields a syrup of mixed acetates, from which iivo 
chlorides may be obtained. One of these forms small, hard, white 
prisms, M.pt. 112° to 113° C., soluble in alcohol but insoluble in water, 
whilst the second isomer is resinous. The crystalline variety is best 
obtained as follows : Equimolecular quantities of the eugenol compound 
and mercuric acetate in seven times the bulk of water are heated for 
one hour on the water-bath, and after cooling poured into four times 
the volume of 3 per cent, sodium chloride solution. After standing for 
several days the product separates out, and on recrystallisation melts 
at 112-5° C, It is unchanged by ammonium sulphide or hydrate, but 
decomposed by warm dilute hydrochloric acid. Its constitution is 
given as (OMe) 2 C,H 3 -CH 2 -CH-=CH 2 .Hg(OH)Cl. 

Apiol reacts with mercuric acetate fairly rapidly, completion of the 
reaction being reached in four to five hours. The acetate forms fine 
needles, M.pt. 157° to 158° C., insoluble in water but dissolving in warm 
alcohol. It is reduced to apiol by zinc and sodium hydroxide. Isoapiol 
gives an acetate which softens at 160° C. and melts at 174° C. 

Deuivatives of Resoectnol.® 

Chloromercuri resorcinol, CeH 3 (OH) 2 .HgCl. — To a solution of 
28-3 grams of mercuric acetate (1 mol.) in 60 c.c. of water at room 
temperature, a solution of 29-7 grams of resorcinol (3 mols.) in 25 c.c. 
of water is added with frequent shaking. The reaction is completed in 
fifteen minutes. White flocks appear, which are- filtered and quickly 
dissolved in concentrated sodium chloride solution, from which the 
chloride separates in needles. These are placed for a short time in 
ice, then filtered off, washed with ice-cold water, and dissolved in 
a large volume of ether. Removal of the solvent, and drying of the 
residue in vacuo, gives 16 grams of product- This consists of a mixture 

^ Biilbiano and Paolini, loc. oil. ; Balbisno, loe. eit. ; Ifanciiot, loe. eit. 

> Dimroth, Ber., 1902, 35, 2853 ; see Leys, J. PAarm. Chim., 1906, [vL], 21, 388. 
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of mono and dimercurated compounds, from which the mono is removed 
by boiling with chloroform, in which it is soluble. From this solution 
prisms are dej^osited, M.pt. 105° C., the compound containing chloro- 
form of crystallisation, which may be removed in vacuo, when the 
melting-point rises to 123°; at 170° the colour changes to blood red. 
Yield 11-7 grams. It is soluble in ether, but only vith difficulty in 
water, the aqueous solution becoming turbid after a short time. When 
warmed with a little water a clear solution is obtained, but a fine 
yellow powder rapidly separates out and decomposes. The solution in 
sodium hydroxide after a short time becomes yellow, then green, then 
brown, and a black precipitate finally appears ; these changes are 
accelerated by warming the solution. With ammonium sulphide the 
substance is immediately decomposed. 

Dichloromercuri resorcinol is the insoluble residue left after the 
cliloroform extraction, and is purified by ciy^stallisation from ether. 
Yield 2*5 grams. It is a fine powder, becoming dark towards 200° C., 
but does not melt. In alcohol it is soluble with difficulty and is 
decomposed by sodium hydroxide even more rapidly than the mono 
compound. 

4-Acetoxymercuri-2-nitroresorcinol ^ is prepared by hearting 
together equimolecular quantities of mercuric acetate and 2-nitro- 
resorcinol on a water-bath for thirty minutes. The orange precipitate 
is filtered, washed with water, alcohol, and ether, then dried over 
calcium chloride for fortj^-eight hours. Yield 75 per cent. 

4-Chloromercuri-2-nitroresorcinol. — Freshly precipitated mer- 
curic oxide and 2-mtroresorcinol suspended in water are heated on the 
water-bath for two hours, and the orange precipitate filtered off, washed 
with water, alcohol, and ether, then converted to the chloride by the 
addition of 10 per cent, hydrochloric acid. The product when washed 
and dried is a pale orange powder, soluble in dilute sodium hydroxide, 
methyl or ethyl alcohol, ether, benzene; only slightly in water. 

4 ; 6'-Diacetoxyniercuri-resorcinol-dimethyl ether, 

OMe 

AoO.Hgj/\j 

Hg.OAc 

An alcoholic solution of resorcinol dimethyl ether and mercuric acetate 
in equimolecular proportions is boiled until the reaction is complete. 
On cooling, beautiful, white, feathery crystals separate. The product 
melts at 21 8° to 220° C. (corr. ). It is quite stable to ammonium sulphide, 
the alcoholic solution giving a yellow precipitate with this reagent.^' ® 


Derivatives of Naphthols and their Sulphonic Acids.^ 

Mercuration of a-NaphthoL— When 3*6 grams of a-naphthol arc 
dissolved in 25 c.c. of acetic acid and a solution of 8 grams of mercuric 

* Kaiziijs and Proskouriakoft J. Anier, Chem, Boc,, 1922, 44, 787. 

* Kharasch and Chalkloy, J. Amer, Chem, Soc., 1924, 46, 1216. 

» Ff merenration of p-xylenol, monobromo-p-xylenol, 2: 3-dihydroxy-l-methylbonzen© 
and pyrogaUol-1 : 3-diethyl ether, see German Patent, 260746. 

* Brieger and Sohulemann, J, praU, Chem,, 1914, 89, 97, 



MEEOURY. 


157 

acetate in 50 c.c. of dilute acetic acid is added, a white crystalline pre- 
cipitate soon separates out, and a further quantity may" be obtained 
from the mother-liquors. This substance does not react with ammonium 
sulphide, dissolves very readily in sodium hydroxide, and if more alkali 
is added a white crystalline precipitate appears. The body is also 
soluble in acetic acid, and crystals deposited from the solution when 
filtered off and washed with water soon become intense yellow ; the 
addition of a drop of sodium hydroxide changes the colour from yellow 
to white. Its alcoholic-alkaline solutions soon decompose, but it is fairly 
stable towards cold sodium chloride solution, yet on heating the solu- 
tion gives an alkaline reaction. Potassium bromide also gives an alkaline 
reaction ; potassium iodide only shows a faint alkalinity at first, but 
suddenly mercuric iodide separates and the solution becomes strongly 
alkaline. The compound contains no acetoxy group, and the formula 
assigned to it from analysis is as follows : — 


!l 

Asg 


\/\/ 

2 : 4-Diacetoxymercuri-a-naphthol, 

OH 

,/\/\HgOAo 


HgOAo 


When the mercuric acetate in the preceding preparation is replaced by 
16 grams of mercuric acetate in 50 c.c. of 3 per cent, acetic acid, 
colourless needles crystallise out in a short time, and these are filtered off 
and washed with water. The diacetoxy derivative is stable to ammon- 
ium sulphide, but behaves towards halogen salts in a similar way to the 
mono mercury compound. 

2-Acetoxymercuri-l-naphth()l-4-sulphonic acid (Sodium salt), 


OH “ 

j/’N/\HgOAe 


\/\/ 

so,m 


Six grams of the sodium salt of the acid in 50 c.c. of water are treated 
with 6-4 grams of mercuric acetate in 50 c.c. of water, and after long 
standing yellowish-brown bushy needles separate. I^ese after several 
crystallisations from dilute acetic acid become white. The product 
obtained is the sodium salt of the acid, and it is veiy stable towards 
ammonium sulphide, although this stability is reduced in the presence of 
sodium chloride, 'i^en wanned with sodium chloride in acetic acid 
solution, mercury is split off. Attempts to prepare a diacetoxy com- 
pound have been tmsuccessful. 

l-Naphthol-5-sulphonic acid when treated with mercuric acetate 
gives only mercurous acetate and tarry products. 
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Mercuration of jS-Naphthol. 

1 - Acetoxy mercuri -/5 -naphthol , ^ 


HgOAr 


\/\/ 

1. Twenty grams of mercuric oxide are dissolved in 520 c.c, of hot 
acetic acid, and on cooling, the white, glistening plates are filtered off and 
mixed with an acetic acid solution of 13-2 grams of ^-naphthol. A 
heavy, crystalline precipitate separates out, and if removed, the mother- 
liquors give further crops on standing. Yield almost quantitative. 

2. j8-Naphthol (14*4 grams) is dissolved in 75 c.c. of acetic acid, and 
to this 82 grams of mercuric acetate in 125 c.c. of 30 per cent, acetic acid 
are added, when the acetoxy compound separates out. 

It crystallises in white, glistening needles, which on rapid heating 
blacken and melt at 185° C. with violent frothing. It is only slightly 
soluble in the usual solvents, does not blacken with ammonium sulphide, 
but a yellow, voluminous precipitate separates which decomposes on 
heating, with deposition of mercuric sulphide. Treatment with aqueous 
sodium chloride yields the 1-chloromercuri compound, which may be 
transformed into l-iodo-j8-naphthol.^ 

l-Acetoxymercuri-2-naphthol-6-sulphonic acid (Sodium salt),® 

HgOAc 

The sodium salt of Schaffer’s acid (14-1 grams), containing 2 mols. of 
water of crystallisation, is dissolved in 100 c.c. of hot water and a solu- 
tion of IG grams of mercuric acetate in 100 c.c. of hot water added. The 
compound soon separates out, and is only slightly soluble in water, but 
readily in dilute acetic acid or sodium hydroxide. It has similar pro- 
perties to the derivative from l-naphthol-4-sulphonic acid. 

1 :8-Amidonaphthol-4:6-disuilphonic acid (K acid) yields with 
mercuric chloride or acetate unstable red compounds, to which no 
formulce have been assigned; the same result is obtained with its 
mono and dibenzoyl derivatives. 1 : 8-Amidonaphthol-3 : 6-disulphonic 
acid (H acid) and 1 : 8-amidonaphthoh4-sulphonic acid give colours and 
reactions similar to K acid, but these compounds are even more readily 
decomposed. Constancy of composition has not been obtained in the 
case of l:8-dihydroxynaphthalene-8: 6-disulphonic acid (chromotrope 
acid), the derived compounds being orange in colour.^ 

Mercuration of Salicylyl alcohol (Saligenin).®— This alcohol 
forms a dmercurated compound when 1 mol. is heated with 2 mols. 
of mercuric acetate in alcoholic solution containing a little acetic acid. 
Needles separate out, from which a pure product is isolated by extract- 

1 Bamberger, J3er., 1898, 31 , 2624 ; Brieger and Sohulemann, prakt, Chem., 1914, 
89 , 97, 

* Paolini, OozzeUci, 1921, 51 , ii. 188. 

* German Patent, 143726. 

* Por fi-n&phthol disulphonic acid B, see German Patent, 143448; i9ij?a-naphthol 
sulphonio acid, see German Patent, 143726. 

® Hart and Hirschfelder, AmeK Ghem* Soc., 1920, 42 , 2768. 
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ing with water, alcohol, and ether. It is only soluble in hot glacial 
acetic acid or acetic anhydride and alkalies ; with mineral acids it forms 
salts. The mercury present is non-ionic in character, and since it 
readily forms an anhydride is probably in the ortho position to the 
phenolic hydroxyl group. The following formula has been assigned 
to it : — 


Hg-|/\pCH20H 


,3iH.O 


HgOH 


When dissolved in hot acetic anhydride it forms a triacetate of the 
composition : 


OH 


AcOHg-~/\|— CHg— OAc 

\/' 

I 

Hg— OAc 


Mercuration of p-Hydroxy-m-nitrophenyl carbinol. — ^The 
carbinol is prepared by the action of bromomethyl alcohol on o-nitro- 
phenol and then treated with 2 mols. of mercuric acetate in alcohol- 
acetic acid solution. Fine, pale yellow needles separate, which may be 
recrystallised from 20 per cent, acetic acid (I. ). This compound does not 
form an inner anhydride as in the preceding case, although the mercury 
is in the ortho position to the hydroxyl group. The latter fact was estab- 
lished by treating the compound with a solution of iodine in potassium 
iodide, when 8-iodo-4-hydroxy-5-nitrobenzyl alcohol is obtained.^ 
Treatment with acetic anhydride yields a monoacetyl derivative (II,). 


OH 

HOHg/\,NOs 


\/ 

CHjOH 

I. 


OH 

Ao.O-Ha/\ 


[gj^ NjNO, 


II. 


CH.OH 


Kharasch, J, Amer. Chem. JSoc., 1921, 43, 1203. 



CHAPTER IX. 
MERCURY {iumUnnedu 
Diiiiiv \ iivi:n or AiioMATrc Acids. 


Tni: simple st <>r tin* aronratic a<‘itls, namely, beuzeac acid, does not give 
.‘in aertoxynirnairi mmponnd when Iieat(*d with mercuric* acetate, but 
only an anhydride. Th<* position ol the mercury in the ring in this case 
is shown to b(* ortho to the earlioxyl group, since the same anhydride 
may he turnied irom phthalie aeid, tlie only other products of reaction 
lu ini' <*arhon dioxide and a(*etic aeid. 


hum 






o 

)D-i(’02+2H0Ac 




The same eom|Mimi<l is also formed wh<*n mercuric benzoate is heated 
for sonu' tiim* at. *i7(> (!.. and this method may yet become of great 
importaner in the preparation of mercu rated aromatic acids. Mercury 
sali(*ylat(‘ yiehls an organo-mermiri anhydride, \vh<*n heated for a pro- 
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NH2 

^^COaMe 

HgOAC 
I N/1 NaOH 


t 



Mg-0 
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longed period at ] 00° C. o-Chloromercuri-beiizoic acid is obtained from 
the anhydride by dissolving it in concentrated sodium chloride solution, 
and adding acetic acid, but the p-chloromercuri compound has only been 
obtained by the oxidation of p-tolylmercuric chloride by alkaline per- 
manganate. The methyl ester of benzoic acid may be mercurated in the 
usual way by means of mercuric acetate in the presence of a little acetic 
acid, and the esters of salicylic acid may be treated similarly. 5- 
Nitrosalicyiic acid is mercurated by using an aqueous suspension of 
mercuric oxide at 100° C. 

The interaction of mercuric acetate and anthranilic acid is more 
complicated than the preceding cases, and is best illustrated by the 
sclieme on opposite page, which shows also the main reactions of the 
acetoxy-mercuri compounds of this acid. 

A similar set of reactions has been carried out with the ethyl ester of 
p-aininobenzoic acid, but in addition a mercuric acetate salt of acetoxy- 
mercuri-p-aminobenzoic acid has been obtained, and the mono and 
diacetoxymercuri derivatives may be isolated from this under suitable 
conditions. Also in the case of this ester only the diacetoxymercuri 
compound has been obtained directly from the N-isodiaeetoxymercuri 
derivative, direct mercuration being used to obtain the monoacetoxy- 
mercuri product. 

In the mercuration of cinnamic acid and its esters, CeHg.CHg.CHg* 
COOH, the mercury residue always attaches itself to the a-carbon atom, 
and the solvent takes part in the reaction, attacking the jS-carbon atom, 
alkyloxy groups becoming linked to the latter (I.). When the mercur- 
ated esters are saponified by sodium h 3 ’’droxide, and the resulting product 
treated with sulphuric acid, water is eliminated between the hydroxy- 
mercuri and carboxyl groups, and an anhydride results (II.). 

CeHs—CH CH— COoR C^H^— CH CH— C=0 

11“ III 

OAlk HgOAe OAlk Hg— 0 

I. II. 

In the case of ^-hydroxynaphthoic acid the mercury enters position 
1, and may be removed again by the action of iodine in potassium iodide 
solution. 

The mercuri-bis compounds of the mercurated acids have been pre- 
pared in a variety of ways. The use of sodium thiosulphate, which was 
given as a fairly general method in the case of mercurated amines, has 
only been used for acids in the preparation of the following : Mercuri- 
bis salicylic ethyl ester, mercuri-bis-2-aminobenzoic methyl ester, and 
the corresponding ethyl ester of the 4-aininobenzoic acid compound. 
The following sulphides yield mercuri-bis compounds by the action of 
heat : o-Sulphidomercuri benzoic acid, sulphidomercuri salicylic methyl 
ester, and the sodium salt of o-sulphidomercuri benzoic acid, the con- 
version in the latter case being brought about by boiling the aqueous 
solution. The interaction of mercuric cyanide and thiosalicylic acid in 
aqueous solution yields mercuri-bis-o-thiolbenzoic acid, no other organic 
mercury product being isolated. 

o-Hydroxymercuri-p-nitrobenzoic acid has been changed to the 
mercuri-bis compoimd by treatment with alkaline stannous chloride, and 
in the case of the m-nitrobenzoic acid compound aluminium turnings in 

VOL. XI. : I. 11 
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alkaline solution were used. Alkaline stannous chloride has also been 
used for the transformation of p-chloromercuri benzoic acid. 

The conversion of hydroxymercuri-salicylic acid to mercuri-bis- 
salicylie acid is accomplished by dissohdug the compound in potassium 
hydroxide and treating the solution with formaldehyde sulphoxylate, 
and by similar means the sodium salt of mercurated hydroxybenzene 
sulphonic acid may be reduced. 

In the case of the aminobenzoic acids, the mercuri-bis derivatives 
have been prepared by the reduction of the hydroxymercuri nitro- 
l>en2X)ic acids in neutral or alkaline solution. 

An interesting formation of a mercuri>bis compound is the trans- 
formation of the anhydride of a-hydroxymerciiri-p-methoxy-jS-phenyl- 
propionicacidtoa-mercuri-di-j8-anhydrohydroxy-j8-phenylpropionic acid, 
by suspending the former in water and treating it with potassium iodide. 

Certain mercurated acids have been tested with regard to their 
stability towwds ammonium sulphide, with the following results : 
o-Chloromercuri benzoic methyl ester is only decomposed on prolonged 
warming, but a sulphide may be obtained by the action of methyl 
alcoholic hydrogen sulphide. 

o-Chloromercuri benzoyl chloride in ethereal solution gives a sulphide 
with hydrogen sulphide only after long treatment. 

The anhydrid(* of 3-hydroxymereuri salicylic acid is decomposed 
wiien its w’arni solution is treated with ammonium or hydrogen sulphide. 

Acetoxymercuri salicylic methyl ester yields mercuric sulphide with 
cold alkali sulphides. 

N-Isodiacetoxymercuri-2-amino or 4-aminobenzoic acid esters when 
dissolved in acetic acid, and neutralised by ammonium hydroxide, are 
deeompoa^d by ammonium sulphide, and a similar result is obtained 
when hydroxymercuri-2- or 4-aminobenzoic anhydrides are dissolved 
in ammonium hydroxide and treated with ammonium sulphide. The 
sodium salt of 2 : 2'-mercuii-bis-4-aminobenzoic acid is stable to hydrogen 
sulphide, and acetoxymercuri-4-aminobenzoic ethyl ester only yields 
mercuric sulphide when boiled for a long time with ammonium sulphide. 

The anhydride of a-hydroxymercuri-j8-hydroxy-j8-phenylpropionic 
acid in alkaline solutions only yields mercuric sulphide on long standing 
with ammonium sulphide ; but if the j8-hydroxy group be replaced by j8- 
methoxy, the decomposition takes place immediately. 

a-Mercuri-di-^-anhydrohydroxy-jS-phenylpropionic acid is not de- 
composed by ammonium sulphide. 

The following compounds when heated with hydrochloric acid yield 
mercuric chloride and an organic acid: The anhydride of o-hydroxy- 
mercuri benzoic acid and the anhydride of a-hydroxymercuri-j&-hydroxy- 
^-phenylpropionic acid, whilst o-chloromercuri benzoic methyl ester 
is^ decomposed by halogen acids, and cold dilute hydrochloric acid 
eliminates the acetoxymercuri group attached to the nitrogen in N- 
isodiacetoxymercuri anthranilic methyl ester. 

Deeivatives of Benzoic Acid and its Esters.^ 

Anhydride of o- hydroxymercuri benzoic acid may be prepared 
as follows : — 


» ^ , 1902, 3S 2853 ; Pesci, Atti, B, Accad. Lincei, 1900, [v.], 9, i. 256 ; 

IWl, IrX 413; H htmow and Woodward, J, Amer. Vhem, Boc„ 1926, 48, 633 ; 

SwjlMt, Ber., 1920, 53, [B], 1737. ^ 
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^',C=0 

\y‘S? 

1. Mercuric benzoate is heated in an oil-bath to 270^ C. until a test 
portion gives no precipitate of mercuric oxide when treated with sodium 
hydroxide. The melt is cooled, powdered, and washed with alcohol 
and ether to free it from benzoic acid. It is then dissolved in a small 
amount of dilute sodium carbonate and carbon dioxide passed through 
the solution, the anhydride being precipitated as a white powder. 

2. Mercuric acetate is heated with benzoic acid until no mercuric 
oxide is obtained by adding sodium hydroxide to a test portion. The 
melt is then treated with ammonium hydroxide to form the ammonium 
salt, from 'which the anhydride is isolated by adding acetic acid. 

*3. Sodium phthalate solution, mercuric acetate, and a little acetic 
acid are boiled for some time, when the anhydride is precipitated. Tlie 
acid is only slightly soluble in all organic solvents, but readily soluble 
in dilute alkali or sodium carbonate. The latter solution gives a 
white precipitate with lead acetate, and blue-green with copper acetate. 
Treatment with sodium chloride yields the sodium salt of o-chloro- 
mercuri benzoic acid, but boiling with hydrochloric acid gives benzoic 
acid and mercuric chloride. Bromine reacts with the anhyc&ide, forming 
o-bromobenzoic acid, and this, together with the fact that the anhydride 
can be prepared from sodium phthalate, prove that the mercury is in 
the ortho position. Pesci states that he also prepared the following 
salts : Ammonium, isoamyl and hmzylammonium, barium, calcium, and 
magnesium. Also bromo- and iodo-mercuri benzoic acids are stated to 
have been prepared.^ The sodium salt at 150® C. reacts with ethyl mer- 
captan according to the equation : 

ClHg.CeH4.C02H+HSEt=CeH5.C02H-fClHg.SEt2 

o-Chloromercuri benzoic acid. — ^The crude anhydride obtained by 
Pesci ^ is dissolved in concentrated sodium chloride and acetic acid added. 
The precipitate is recrystallised from much hot water. It melts with 
decomposition between 222° and 288° C. With ethyl mercaptan it yields 
ethylthiomercuric chloride, EtS.HgCl. The sodium' salt of the acid 
in acetone solution gives, with ethyl mercaptan, o-mercaptomercuri- 
benzoic add, according to the equation : 

XOoNa XOgH 

CeH/ +HSEt=C 6 H 4 < +NaCl 

\HgCl \Hg.SEt 

The compound may be recrystallised from acetone, and partly melts 
at 188*5° to 140° C. with decomposition. 

p-Chloromercuric benzoic acid is obtained from p-tolylmercurie 
chloride by oxidation with alkaline permanganate. It is a white 
amorphous powder which it is impossible to purify. Treatment with 
alcoholic iodme yields p-iodobenzoic acid. Boiling with dilute alcoholic 
sodium hydroxide gives sodium p-hydroosyrnerem^e^^ The latter 
salt with aqueous sodium bromide or i^ide yields sodium p-bromo 

* See Gemaa Patent, 229576. * Sachs, Ber., 1920, 53 , [B1 1737. 

* Pieeci, loc. ait. 
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and jhiodoviercuribenzoaie respectively. The chloro compound reacts 
with phosphorous pentachloride in chloroform, giving the acid chloride^ 
the latter on boiling with n-buty] alcohol yielding p-cliloromercuri- 
henzoic acid n~hutyl ester. 

o-Mercuri-biS"benzoic acid ^ may be obtained either by boiling 
an a(jucous soluiion ol’ the sodium salt of o-sulphidomercuri benzoic 
acid, StHg.C|.II,.COjiXii) 2 , or by saimnilicaliou of o-mercuri-bis-benzoic 
methyl cst(*r. It crystallises from alcohol in shining needles, insoluble 
ill water, divoniposing when heated, withrmt melting. 

p-Mercuri-bis-benzoic acid.-- p-Chloroincreuribcnzoic acid is 
ili>ssolve<l in sodium hydroxide and treated with stannous chloride. The 
.sofliuw salt is very soluble in water. 

o-Ghloromercuribenzoic methyl ester.^ — Twenty grams of 
finely powdered mercuric ac'etate, *20 grams of benzoic methyl ester, and 
3 grams of a<*etie acid art* gently boiled, the reaction taking three to 
four hours for (‘ompletion. The mixture is filtered and evaporated 
itt iiwuu. lb grams of a yellowish oil being obtained. Acetone is added 
until no further jirecipitate is formed, the latter consisting of 5*G grams 
of dia<*(‘toxymercuri compound. The acetone filtrate on evaporation 
yields 13-3 grams of yellow resin, which is mainly a mono substitution 
product. It is dissolved in dilute alcohol and treated with sodium 
chloride, when 9*1 grams of the o-chloromcrcuri compound are deposited. 
It is fairly soluble in the usual organic solvents, insoluble in water or 
petroleum ether. From dilute alcohol or ethyl acetate it crystallises 
in U(vdl(*s, sintering at IPi'’* C. and melting at 1G2® C. Ammonium 
sulphide only splits off the mercury on prolonged warming, but halogen 
acids, espe<‘ially liydriodic acid, readily decompose it. Stannous 
chloride in alkaline solution immediately reacts, metallic mercury 
s<*parating. 

When the chloride is dissolved in warm methyl alcohol, and treated 
witli a methyl alcoholic solution of hydrogen sulphide (J moL), which 
has been saturated at about 2° C., a white amorphous precipitate 
of sulphidomercimheNznic methyl ester is obtained. The quantity of 
hydrog<‘n sulphide present is controlled by titration, as excess dissolves 
the sul])lude. It is easily soluble in chloroform, benzene, or aniline, 
hut only sliglitly in other organic solvents. 

o-Mercuri-bis-benzoic methyl ester, Hg(C 6 H 4 .COOMe) 2 .— Seven 
grams of the above sulphide are heated for three hours at" 120° C., 
then cooled, }X>wdered, and extracted with ethyl acetate. Spontaneous 
evaporation of the solution gives 4*1 grams of white crystals. Yield 
00 jKjr cent. When saponified it gives o-mercuri-bis-benzoic acid. 

o-Chloromercuribenzoyl chloride.^— Five grams of the anhydride 
of o-hydroxymercuribenzoic acid is treated with 15 grams of thionyl 
chloride, when a vigorous reaction takes place accompanied by frothing. 
The solid after filtration consists of microscopic needles and an amorphous 
product, extraction with benzene leaving the bulk of the latter behind. 
From the benzene solution 3*5 grams of substance are obtained, which 
does not completely melt at 173-5° C. Prolonged treatment with 
hydrogen sulphide in ethereal solution gives o-salphid<meTcunhenzoyl 

1 Schoeller, Schrauth, and Heater. Ber., 1920, 53* [B], 638; Pesci, AUi. R. Accad. 
Uncei, 1900, [v.], 9 , 1 255; 1901, [v.], 10 , i. 362 413. 

* Whitmore and Woodward. J. Amer. Ohem. Soe., 1926, 48 , 533. 

» Bchoelier, IScraath, and Heuter, he. eiL « Saohi^ Ber., 1920, S3, [B], 1737, 
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chloride, S(IIg.C< 5 H 4 .COCi )25 which remains iinmclted at 2:30" C. When 
boiled with methyl alcohol, the sulphide produces o-chloromercuri 
benzoic meth 3 d ester. 

o-Chloromercuri thiobenzoic ethyl ester is obtained Troin 
chloromercuribenzoyl chloride by' dissohdng it in hot benzene, and 
adding ethyl mercaptan in benzene solution through a dropping funnel. 
It crystallises from alcohol in pale yellow, microscopic, rhomboidal 
plates, JI.pt. 142-5® to 144-5® C., soluble in ether, benzene, chloroform, 
or acetone. Its constitution is probably represented by 

ClHg.CeH4.CO.SEt. 

Derivatives of Thiolbenzoic Acid. 

Mercuri-bis-o-thiolbenzoic acid, HgiS.CeH^.COaH)^,^ is prepared 
by the interaction of mercuric cyanide and thiosalicydic acid in aqueous 
solution. It crystallises in needles, M.pt. 256° C., and is practically 
insoluble in water and the usual organic solv'ents. 

Anhydride of hydroxymercuri thiolbenzoic acid, 

CeH/^ \Hg 

A solution of thiosalicylic acid in alcohol is treated with water until 
faint turbidity is produced, then an aqueous solution of mercuric acetate 
(1-5 mols.) slowly added. The precipitate is boiled with alcohol 
to remove impurities, then treated \vith a mixture of ammonium 
hydroxide and carbonate until complete solution is obtained. Tlic 
latter is filtered hot, and treated with acetic acid until faintly opalescent. 
On cooling, the anhydride crystallises in pale yellow, microscojiic rods. 
Yield 50 per cent. When boiled with a concentrated solution of sodium 
chloride, and the solution filtered and treated with acetic acid, impure 
Q-cUoromercuri thiolbenzoic acid is precipitated. When the latter 
compound or the anhydride are dissolved in concentrated ammonium 
hydroxide, a substance crystallising in plates, Jl.pt. 206® C. with decom- 
position, is produced. Its formula corresponds to 
Some mercuri-bis thiolbenzoic acid is also formed. 

Derivatives of Nitrobenzoic Acids. 

0 - Mercuri- bis - p - nitrobenzoic acid.^ — o - Hydroxymercuri - p- 
uitrobenzoic acid (115 grams) is dissolved in about 1500 c.c. of water 
with the aid of sodium hydroxide, and treated with an alkaline solution 
of 100 to 150 grams of stannous chloride, until a filtered test on the 
addition of stannous chloride gives no mercury. The mixture is then 
warmed for a time to complete the reaction and filtered. The filtrate is 
acidified with hydrochloric acid, the compound coming down as a yellow 
powder. It is soluble in water or alcohol, but not in benzene, toluene, 
ethyl acetate, or mineral acids. The sodium salt is a yellow powder, 
soluble in water, the solution giving precipitates with practically all 
metallic salts. 

A similar type of compound has been obtained from m-nitrobenzoic 

^ Siwhs and Bkssl, J 8 er„ 1»25, 58 , [B], 1497. 

* German Patent, 251332. 
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acid. The reduction in this ease is carried out with aluminium turnings 
in alkaline solution. The comiwund has similar properties to the above. 

Phenol dhsvlphonic acid and mercuric acetate in cquimolccular pro- 
portions react to give a e<»mpound containing about 40 per cent, of 
inereurv'. It is soluble in water and does not precipitate albumen in the 
cold.i ■ 


Dkkivatives of Samcvijc Acid and its Esteks. 


Anhydride of 3 -Hydroxy mercuri -salicylic acid, 



When dry mercury salicylate is heated for a long time at 100® C. it is 
founti that a test portion no longer gives a precipitate with sodium 
hydrt>xide. If the reaction be carried out at 120® C. the change takes 
place more rajudly, and the same product is obtained when equirnolec- 
ular jTOimrtions of freshly precipitated mercuric oxide and salicylic 
acid arc heated for a long time on the water-bath in aqueous solution.® 
It forms a white ma.ss, soluble in alkali, but cannot be crystallised from 
solvents, and is dccompo.scd on heating, without melting. When 
warmed with hydrogen sulphide or alkali sulpliides it undergoes decom- 
position. The hydrb.vymercuri group is replaced by the action of iodine, 
o-i«<lo-salie\iic acid being formed, this proving that the mercury occupies 
the ortho position to the hydroxyl group. The compound has been 
piirilied by treating it with ammonium carbonate solution, when the 
aminoniwh salt is formed. HO.IIg.CsHa.OH.COaNHi, and decomposing 
this bv dilute acetic acid.® 

3-Chloromercuri-saIicylic acid, ClHg.CgHj.OH.COOH. — ^This 
acid is obtained from the corresponding sodium or calcium salts by ttie 
addition of dilute acetic acid. It crystallises in needles from boiling 
water or methyl alcohol. The sodium and potassium, salts are known, 
and the lithium salt is prepared from the anhydride and lithium chloride 
solution. Both this and the calcium salt form thin needles, which are 
more soluble in cold than hot water. Bromomercuri-salicylic add, 
obtained by the interaction of the acid and potassium bromide, is pre- 
cipitated by acetic acid, and forms colourless crystals, insoluble in water, 
but slightly soluble in boiling alcohol. The corresponding iodomercuri 
acid has also been described. 

Mercuri-bis -salicylic acid.* — ^The anhydride of hydroxy mercuri 
salicylic acid (3S-6 parts) is dissolved in 5-6 parts of potassium 
hydroxide in 800 parte of water, and a solution of 7-7 parts of sodium 


‘ The following patente also deal with benzoic acids : Qeman Patent, 23914, 
it-ehlorabenzoie acid, o-iodobenzoic acid, o-toloio acid. Ibid., 249332, addition to above ; 
1 : 4 -diiDethyl- 2 -benzoic acid, trimethylbenzoio add, 3 : 4-dimethoxybenzoiG add, 3 : 5- 
dilffoniobenzoio add. IM,, 234034, 26187S, o-chlorobenzoio acid. Ibid., 290210, sodium 
m-Bulphobenzoate. Ibid., 407669, 413835, p-benzylozybenzoic anhydride and similar 
compounds. 

• Dimroth, B»., 1902, 35 , 2873. 

• Buroni, GautUa, 1902, 32 , ii. 306, 311 ; Chem. Zentr., 1903, i. 678 5 Brieger, Arch. 
Pharm., 1912, 250 , 62 ; Chem. Zmtr., 1912, i. 763. 

• German Patent, 256030. 
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fonnaldehyde sulphoxylate in about 100 parts of water added mth 
stirring. The mixture is left until clear, filtered, and treated with dilute 
acid. The white precipitate is dissolved in sodium hydroxide and 
changed to the sodium salt, w'hich may be obtained in the solid form by 
evaporation in vacuo. The free acid is a white, heavy, water-insoluble 
powder. It has no melting-point, but decomposes at lugh temperatures. 
It yields salts with alkalies or alkali carbonates. 

By a similar method of reduction a mercuri-bis compound may be 
obtained from mercurated 2-hydroxybenzene sulphonic acid (sodium 
salt). 

More recent investigators ^ contend that salicylic acid can only be 
mercurated to give pure products when mercuric sulphate is used. A 
mixture of the anhydrides of o- and p-hydroxymercuri-salicylic acids is 
formed, the latter yielding p-thiocyanomercuri-salicylic acid with potas- 
sium or ammonium thiocyanates, and sodium p-sodium sulphitomercuri- 
salicylate with sodium sulphite. 

S-Chloromercuri-salicylic methyl ester, 

COjMe 

(^|0H 

The ester is obtained by adding sodium chloride to the mother- 
liquors obtained in the preparation of the acetoxy compound described 
below, from which 6 grams of substance are obtainable. It is soluble in 
alcohol, but in other organic solvents less soluble than the acetate. 

Acetoxymercuri -salicylic methyl ester. — ^Fifteen grams of 
mercuric acetate, an equal weight of the ester, and 2*5 grams of acetic 
acid are boiled under reflux for about forty minutes, until the reaction is 
complete. On cooling, needles separate, and after standing overnight 
these are filtered off. Yield 9 grams, 52 per cent. It melts at 202® C. 
(corr.) and is readily soluble in warm alcohols, ethyl acetate, acetone, or 
chloroform, but with difficulty in water or petroleum ether. In alkali 
it is soluble, but the ester is saponified. 

Sulphidomercuri -salicylic methyl ester, S{Hg.CeH3.0H.C00 
Me) 2 - — ^To a cold, saturated, alcoholic solution containing 10 grams 
of the acetoxy ester, 35 c.c. of an alkali hydrogen sulphide solution 
saturated at 20° C. are added dropwise. This is the requisite quantity 
required to form the neutral sulphide, and excess should be avoided or 
an acid sulphide is formed, which is markedly soluble. The precipitate 
is filtered off, pressed on a tile and dried in vacuo, 7-5 grams (85 per cent.) 
of a white powder being obtained. It is soluble in chloroform, benzene, 
aniline, dilute aqueous alkali or alkali sulphides. 

Mercuri-bis-salicylic methyl ester, Hg(C6H3.0H.C02Me)2. — 
Ten grams of the above sulphide are heated for six hours at 110° C., and 
the mass powdered and extracted with 120 c.c. of ethyl acetate, 0*8 gram, 
12 per cent., of the ester being isolated. It is soluble in the usual solvents 
and melts at 170° to 180° C. (corr.). 

Acetoxymercuri -salicylic ethyl ester.— This product is not so 
readily formed as the methyl ester, but if the reaction is carried out 
at 180° C. the yield is almost quantitative. It crystallises from ethyl 


^ Rupp and Gexsoh, Arc^. Pharm., 1927, 265 , 323. 
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acf tate-ligroin mixture in needles, sintering at 200'^ C. and melting at 
20G^ C. (corr.). 

When 12 grams of the acetate are powdered and dissolved in 120 c.c. 
of cold, saturated sodium tliiosulphate solution, a precipitate is im- 
mediately thrown down. This is filtered after six hours and dried. 
It consists of mercuri-bis‘salicylic ethyl esier^ 0*2 grams, 82 per cent., 
yield. It melts at 108" C. (corr.) and has similar properties and solu- 
bilities to the methyl compound. 

3-Chloromerciiri-5-nitrosalicylic acid.^~-5-Nitrosalicylic acid 
is heated with 2 mols. of freshly preci])itated mercuric oxide in 
aqueous suspension for twelve hours at 100® C. The resulting orange 
product is liltered, wash<‘(l, and dried. When warmed with alkali, part 
of the mercury is split off as inercuric oxide and is filtered off. The 
solution is ccK)lc*d, filtered, and aeidilied with hydrochloric acid, when a 
pre<*ipitate consisting of mono and dimcrciirated derivatives is thrown 
down. This is treated with boiling 50 per cent, methyl alcohol, when 
the mono compound goes into solution, and the mixture is filtered 
through a hot-water funnel. Both compounds are thus isolated, 
the inono-chloro compound melting at 235® C. and the dichloro at 
238" C. 

Diacetoxymercuri-5-nitrosalicylic acid is obtained by heating 
5-nitrosalicyIic acid with 2 mols. of mercuric oxide in hot glacial acetic 
acid, Altering whilst hot and cooling, when white cjy^stals are deposited. 
These are recrystalliscd from acetic acid and become pale yelloNV wdien 
dry. 

Several cyammereuri-salieylic acidic have recently been described, 
but difference of opinion seems to obtain regarding their mode of 
formation.*’ * 


Derivatives op Anthranilic Acid.^ , 

N-Isodiacetoxymercuri-anthranilic methyl ester. — One gram 
of anthranilic methyl ester is added to a solution of 2-4 grams of 
mercuric acetate dissolved in 25 c.c. of 80 per cent, methyl alcohol. 
Flocks separate in a few minutes, and after atout 1-5 hours no mercury 
ions can be detected w’hen tested for by sodium hydroxide. If allowed 
to stand for a long time the crystals become yellow^ and change to 
acetoxymercuri-anthranilic ester,* according to the scheme shown below 
in (I,). To remove any by-products from the iso compound it is 
thoroughly \yashed with methyl alcohol and dried with ether. When 
its acetic acid solution is neutralised by ammonium hydroxide, then 
treated with ammonium sulphide, a precipitate of mercuric sulphide 
is deposited, showing that the mercury residue is substituted in the 
amino group. When digested with cold dilute hydrochloric acid, an 
acetoxymercuri group is split off, and cliloromercuri anthranilic acid 


* RuiziBB and Proakouriakoff, J. Amer, Ohem, /Soc., 1922, 44 , 787. 

* Boedecker and Wunatorf, ArcA, Phartn., 1925> 263 , 430 ; Gersch, 1926. 
2264* 88. 

* The following Genn*n patente Uken out in 1SW9 deal with the mercoration of salicylic 
aeid derivatives : 224433, 224864. 2273W, 229574, 229575, 229781. Ibid., 261876, o-ohloro- 
teiuioio acid, salicylki acid, (leman Patent, 30611, British Patent, 161922 (1909), 
hytoxymerenri salag-lio anhydrides. German Patent, 216267, salicylsnlnhonic aoid 
(COOH : OH : SO,H=l : 2 : 6 ). Ibid., 248291, glycol ester of salicylic acid. 

‘ Schoeller and Hueter, Btr., 1914, 47 , 1930. 
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methyl ester is formed (II. ). The iso compound is soluble in ammonium 
hydroxide, acetic acid, hot water, and hot alcohols, but insoluble in 
acetone, chloroform, benzene, or petroleum ether. The hot aqueous 
or alcoholic solutions set to a jelly on cooling. 


206H«.ilHjC0sMe+2Hg. OAo = 

I. 


NH.HgOAo 
^|COOMe 




r^jCOOMe 


XH. 


./\ 


',COOMe 


HgOAo 




2CH.COOH 



\/ 

HgOAc 


NH, 


Qfy "-Si AcOHg|/^^.COOMe 
HgOAo 


II. 


NH.HgOAo 
OOMe 

+3HC1« 


k; 

HgOAo 


NHj 

'^.COOMe 

I +HgCl2H-2CH3.CO.OH 

Xoi 


Acetoxymercuri-anthranilic methyl ester may be obtained: 

1. From the preceding N-iso-diacetoxy compound. 2-5 grams of the 
latter are suspended in 15 c.c. of methyl alcohol and 0*6 gram (1 mol.) 
of methyl anthranilate in 2 c.c. of acetic acid added, the whole being 
heated for thirty minutes on the water-bath. The mass is then allowed 
to stand for twenty-four hours in the ice-chest, filtered, and dried in vaeuo 
over sulphuric acid. Yield 2*6 grams. 

2. Nine grams of methyl anthranilate is added to a w^arm solution 
of 22*5 grams of mercuric acetate (1 mol.) in 100 c.c. of methyl 
alcohol containing 10 c.c. of acetic acid. After fifteen minutes’ heating 
at 50® C. the reaction is complete, and the product is cooled overnight in 
ice, when the ester crystallises out in pale yellow needles. These are 
filtered and washed with methyl alcohol and dry ether. Yield 22 grams, 
90 per cent. The crystals melt to a yellow liquid at 178® to 180® C., 
which decomposes at 180® to 182° C. The compound is readily soluble 
in boiling water, hot alcohols, or acetic acid, sparingly soluble in benzene, 
ethyl acetate or acetone, very slightly soluble in chloroform or petroleum 
ether. 

Diacetoxymercuri-anthranilic methyl ester results as follows : — 

1. Three grams of the N-iso compound are heated with 2*5 grams 
of acetic acid in 20 c.c. of methyl alcohol for about an hour at 50® C. 
The mixture is cooled to 0® C., filtered, washed with methyl alcohol, and 
dried- Yield 2*6 grams, M.pt. 218® to 220® C. 

2. Methyl anthranilate (1 mol.) is heated with 2 mols. of mercuric 
acetate in methyl alcohol-acetic acid mixture at 50® C. until a test gives 
no reaction with ammonium sulphide. The product thus obtained 
melts at 221® to 222® C., is soluble in the usual organic solvents, but less 
readily than the mono-substitution products. The structural formula 
is shown above. 

Ghloromercuri - anthranilic methyl ester is obtained, as 
previously stated, by treating the N-iso compound with cold dilute 
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hydrochloric acid. It also results by the addition of aqueous sodium 
chloride to an alcoholic solution of the acctoxymcrcuri compound. It 
forms small needles or rods, M.pt. 184^ C., soluble in the usual orj^anic 
solvents. The correspondiii" bromide crystallises in fine needles, M.pt. 
178^ (darkeniiif^ ) ; the iodide sinters at 1 72' C., nieltiii^r at 1 73^ to 174° C. 
to a brown liquid. 

Hydroxymercuri antfaranilic anhydride, 


XHj 

u I 

Hg—O 


This compound is obtained as follows 

L The monoacetoxy compound in aqueous suspension and 2*25 
inols. of Normal sodium hydroxide are boiled for a short time, when the 
acetate group is split off, the sodium salt of hydroxymercuri anthranilic 
a<‘id being formed. The cooled solution is treated with cold Normal sul- 
phuric acid, the anhydride being precipitated, filtered, washed with 
water, and dried. 

2. Steam is blown through an equimolecular mixture of pure anthran- 
ilie acid and yellow mercuric oxide foi two to three hours, until a test 
|K)rtion gives a clear solution in alkali. The product is purified by 
solution in sodium hydroxide and precipitation by sulphuric acid. 
Yield Oil per cent. 

The compound is a faint yellow, amorphous powder. Prep. 1 has M.pt. 
212 to 214 C. (darkening). Prep. 2 has M.pt. 210° C. It is readily 
soluble in aqm^ous potassium iodide, cyanide, or sodium thiosulphate, 
not so easily in })otassium bromide, and still less in potassium chloride ; 
rather insoluble in the usual organic solvents. When dissolved in caustic 
alkali or carbonates it may be precipitated unchanged by acids. Aqueous 
alkaline solution gives, with aqueous solutions of heavy metal salts, a 
corresponding salt in the form of an amorphous precipitate. The 
copper salt is a bright green substance. The ammoniacal solution when 
treated with ammonium sulphide and warmed gives a deposit of mercuric 
sulphide. If the hydroxy compound be treated with potassium iodide 
in aqueous solution, iodomercuri-anthranilic acid is deposited as a white 
|X)wder on the addition of the calculated amount of sulphuric acid; 
but if iodine in potassium iodide be used, iodoanthranilic acid is 
procluced. 

Dihydroxy mercuri -anthranilic anhydride, 



Hg-0 


This substance is prepared in the same way as the preceding anhydride, 
using the diacetoxymercuri compound as the starting material. It is a 
pale yellowish-green, amorphous powder. 

Acetoxymercuri-acetylanthranilic methyl ester, AcOHg.CeH^ 
(NHAc).COjMe, — ^The acetylated ester is heated with mercuric acetate 



MERCURY. 


171 


in an oii-bath for thirty minutes at 120° to 130° C. The excess of ester 
is then extracted with ether and the mercury compound recrystallised 
from very dilute alcohol. It crj’stallises in glistening plates, M.pt. 212° 
C., extremely soluble in all organic solvents except ether or petroleum. 
If the above reaction be carried out in cold methyl alcohol solution, only 
a 10 per cent, yield is obtained in 1*5 days, but two hours’ boiling in 
aqueous solution or seven hours in methyl alcohol completes the reaction. 
The alcoholic mother-liquors from the crystallisation, when treated with 
sodium chloride, give the corresponding fine needles from boiling 

ethyl acetate, M.pt. 245° to 246° C. 

Mercuri-bis-anthranilic methyl ester, 


NH* 

MeC02|/^l 

I I 


NH, 


-Hg- 


|-^,00^Ie 


Ten grams of the acetate in a 75 per cent, alcohol solution are treated 
with a very concentrated aqueous solution containing about 20 grams of 
sodium thiosulphate. A white, amorphous precipitate at once appears, 
and the mixture is raised to 45° C. and maintained at that temperature 
for about 1*5 hours. The product is then evaporated in vacuo^ when 7*5 
grams of dry substance are obtained. It is purified by dissohing in 
ethyl acetate, filtering, concentrating the solution, then adding petro- 
leum ether dropwise until the mixture becomes opalescent. On 
intense cooling, light yellow needles are deposited (4»5 grams, 65 per 
cent.). The ester melts at 196° to 197° C. (corr.) with darkening. 
It is soluble in the usual solvents, with the exception of water and 
petroleum ether. ^ 

Acetoxymercuri-methylanthranilic methyl ester, 

NHMe 

j/\C0,Me 

1 I 
\/ 

HgOAc 


The ester is obtained in 97 per cent, yield by adding the methyl ester of 
methyl anthranilic acid to mercuric acetate solution in methyl alcohol, 
the reaction being complete in about thirty minutes. It forms fine 
needles, M.pt. 200° C., easily soluble in chloroform, hot acetic acid, boiling 
alcohols, ethyl acetate, acetone, or benzol, slightly soluble in cold 
water. 

The corresponding chhromermri compound crystallises in white 
needles, M.pt. 210° to 212° C,, becoming violet ; the bromide has M.pt. 
215° C., turning violet; iodide^ needles, M.pt, 190° to 191° C., darkening 
at 185° C. 

Hydroxymercuri-methylanthranUic anhydride. — Prepared in 
the usual manner from the acetoxymercuri compound it is obtained in 
99*2 per cent, yield. It is a greenish-yeUow, amorphous precipitate, 
decomposing at 203° C. When prepar^ from methylanthranilic add 
and yellow mercuric oxide the reaction is complete in fifteen minutes. 

^ BohoelXer, Schraufiiy and Haeter, Rsr., 1920, 53, [B], 642. 
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The mlrmirrifrhnuthiflanihrftniliv and may he ])rej)ared from it. It 
is more stable towards acids than the uiiinethylatefl compounch and 
is iusohihle in the usual or^ranie solvents. 

Acetoxymercuri - ethylanthraniiic ethyl ester, M.pt. 178° C, 
(deconip.), is soIul)le iu the usual solvents on warming, and crystallises 
from alcohol in needles, th<‘ corr<*s})on(ling invihil e^ier forming needles, 
M.pt. 18f» C. 

Acetoxymercuri -dimethylanthranilic methyl ester forms thick, 
prisiiuitie crystals from methyl alcohol, C., and is easily 

soluble* in the common solvents. Prei)ared in the,, usual way the reaction 
is <*omplete in about three luuirs. The vhhmde forms strongly refracting 
prisms, M.pl. to 1<J8" C. ; the hrumide. white needles, M.pt. 164° C. ; 
iodide, thick prisms. M.]>t. 150' U. ; the chloride and bromide contain 
1 nuJ. of water of crystallisati<jn. 

Sulphatomercuri-dimethylanthranilic acid, SOj(IIgC 6 ll 3 .NMc 2 . 
C 02 lI) 2 e‘JIIa 0 .— The acetoxy compound is boiled for fifteen minutes 
with Normal sodium liydroxidc, and the solution treated with Normal 
sulphuric* acid, Aft(‘r c(»oling for twenty-iV)ur hours in ice, thick prisms 
are obtained, which on crystallisation from alcohol form small, white 
n<*<‘dlcs. These contain S mols, of water, and when heated slowly 
dccom})os<* towards 180' C. It is easily soluble in hot water, but insoluble 
in the usual organic solvents. It should be noted that when other 
acetoxymercuri coni|x»unds are treated in the above manner the anhy- 
drhlcs arc isolated. 

The chloromereuri derivative is pn*j>arcd by saponifying the acetoxy 
compotiiid and adding Normal hydrochloric acid. It crystallises from 
lK>iliiig water in prisms, M.pt. 175' C. with decomposition, and is spar- 
ingly soluble in <irganic solvents. 

6 :6'-Mercuri-bis-2-aminobenzoic acid. — From 30 grams of 
mcrcurj' o-iutrolx*ni5oat(‘ treated iu the same way as the para compound, 
27'5 grams of the anhydride of hydroxymereuri-o-nitrobenzoic acid are 
isolated. This is then reduced with ferrous carbonate as before. The 
product is pale yellow, easily soluble iu acids or alkalies, and has no 
di*fijutc melting-point.^ 


Derivatives of Meta-aminobenzoic Acid. 

From m-Acetaminobenzoic acid.^ — in-Acetaminobenzoic acid (53 
grams) in sodium hydroxide is treated with a solution of 48 grams of 
mere uric acetate. The ])recipitate is the mercury salt of m-acetamino- 
benzoic acid, which is dried and heated at 150° to 175° C, until a test 
gives a clear solution in sodium hydroxide. The melt is extracted with 
boiling aI<‘oh<)I, the residue dissolved in sodium hydroxide, and the 
com{K)und precipitated by hydrochloric acid. It is filtered, dried, and 
reerystallised from methyl dcohol. It forms white needles, melting 
about 200° C., very easily soluble in alkalies. From the aqueous solution 
of the sodium salt other salts may be obtained in the usual way. The 
constitution is as follows ; — 


* The following deal with mercurated anthraiiilic acids: (merman Patent, 234054, 
anthranilic acid. Ibid,, 248291, methyl eater of methylanthranilio acid. 

* German patent, 264388. 
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XH.An 

I I 
HgC'l 

The method may he varied by hcatinsf m-acetaminobcnzoic acid with 
mercuric oxide in an oil-bath, first at 210“ C. until the product becomes 
grey, then for a further two hours at 220"' C. If the mercuric oxide be 
replaced by the acetate, heating at 1 80“ C. for three to four hours will 
complete the reaction. 

In a similar way the corresponding m-benzoylaminobenzoic acid 
derivative is prepared. It melts at about 220° C. with decomposition, 
and has properties similar to the acetyl compound. 

Mercuri-bis-3-aminobenzoic acid.— m-Nitrobenzoic acid and 
mercuric oxide are heated at 200° C. until the reaction is complete. Tlie 
result is the mereurated nitro compound, and this is reduced in neutral 
solution with aluminium-mercury couple at 40° to 50° C. to the amine. 
It has similar properties to the para compound. 

From p-Aminobenzoic acid: 2:2'-Mercuri-bis-4-aininobenzoic 
acid. Seventy-five grams of the mercury salt of p-nitrobenzoic acid 
is heated a,t about 225° C. until a test of the reaction product gives a 
clear solution in sodium hydroxide. This usually takes about three 
hours. The mass is then cooled, extracted with alcohol, and dried. The 
dry product (88 grams) is dissolved in about 600 grams of 15 per cent, 
sodium hydroxide and boiled. The boiling solution is treated with a 
solution of ferrous sulphate to bring about the reduction, approximately 
225 grams of the iron sdt being required. The mixture is filtered and 
the filtrate strongly acidified with hydrochloric acid, the compound 
separating as a voluminous precipitate. It is insoluble in the usual 
solvents, but dissolves in alkalies or hot hydrochloric acid, a crystalline 
hydrochloride separating from the latter in fine, microscopic "needles. 
The sodium salt of the acid is a pale yellow, crystalline powder, easily 
soluble in water, the solution becoming brown on standing for a long 
time. When hydrogen sulphide is passed through the solution no mer- 
curic sulphide is precipitated. The constitution is as follows : — 




A 

1^— Hg- 


COOH 


NH, 

/\ 


\/ 

COOH 


It may also be obtained by alkaline or neutral reduction of the deriva- 
tives of hydroxymcrcuri-p-nitrobenzoic acid.® 

N-Isodiacetoxymercuri-p-aminobenzoic ethyl ester.® — 

NH.HgOAo 

|/\|HgOAo 

COsEt 


^ German Patent, 249725. 

* See Blnmenthal and Oppenheim, Biochenk 1913, 57 , 261, 

* Sciioeller, Schrauth* and lieso, Ber,, 1919, 52 , £Bi 1777. 
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Two ;j[raiuH of tho ethyl ester (1 mol.) in 10 c.c. of methyl alcohol 
are added to 8 grams of mercuric acetate (2 inols.) in 50 c.c. of the 
same solvent, and the mixture allowed to stand for a da 5 \ A pale 
yellow, non-erystalline product separates out, and this is filtered and 
washed with methyl alcohol and ether. Yield 7*7 grams, 03 per cent. 
It cannot be recrystallised, mtdts about 245" C., and is soluble in am- 
moniuni hy<lr(»xide, a(*etie acid or mineral acids, but with decomposition 
in tin* latter; in th<‘ usual organic solvents it is practically insoluble. 
Its acetic acid solution after neutralisation with aninionium hydro^de 
splits off mercuric sulphide when treated with cold ammonium 
sulphide. 

When dissolved in acetic acid-methyl alcohol mixture and warmed, 
tlu‘n treated with aepa^ous sodium chloride, chloroniemiri-p-aminobenzoic 
ethyl ester is precipitated. 

NaHt?OAe NH, 

1 ^ -sXHd-fCH/’O.OH - I I +HgCla-f3CH3CO.ONa 

v / 

COjEt COjEt 


The same product may be obtained ]>y treating the acetate with 
sodium eliloride. The yield by the first method is 04 per cent., and 
when recrystallised from ethyl acetate the M.pt. is 223^ C. 

Mercuric acetate salt of acetoxymercuri-p-aminobenzoic acid 
ethyl ester, 


(:h,.oo*h.nh — H g- 

\J 

C0,Et 


-NH.OH,.CO,H 

-^^HgOAc 

\/ 

COjEt 


Four grams of the etliyl ester of p-aminobenzoic acid in 8 c.c. of methyl 
alcohol are mixed with 84 c.c. of mercuric acetate in 1C c.c. of methyl 
alcoiiol and 8 c.c. of acetic acid. The salt soon separates, and is filtered 
and washed with alcohol and ether. Yield 8 grams. It forms micro- 
scopic, rhombic crystals, M.pt. 230° to 240° C., is soluble in ammonium 
hydroxide or acids with decomposition, and to a slight extent in cold 
methyl alcohol, ethyl acetate, or acetone. -Ammonium sulphide decom- 
jxises* it in the cold. When the substance is dissolved in methyl alcohol 
ix>ntaining a small quantity of acetic acid, treated with dilute acetic 
acid, then with Normal sodium chloride solution, chloromercuri-p- 
aminobenzoic ethyl eiiter is precipitated. The filtrate is made alkaline 
with ammonium hydroxide, and the solution saturated with hydrogen 
sulphide, mercuric sulphide being obtained in a quantity correspond- 
ing to one-third of the mercury originally present in the mercuric 
acetate salt. 

When the substance is boiled with methyl alcohol for about two 
hours, N-isodiacetoxymercuri-p-aminobenzoic ethyl ester separates out, 
and if the mother-liquors are diluted with water, aeetoxymercuri- 
p-aminobenzoic acid ethyl ester, M.pt. 228° C., is obtained. 

If the methyl alcohol in the above operation be replaced by acetic 
acid, the resulting products are the mono- and diacetoxymercuri com- 
pounds, These changes are shown below : 
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Acetoxymercuri-p-aminobenzoic ethyl ester. — mixture of 
3 grams of the ethyl ester and 6-8 grams of mercuric acetate is heated 
in a glycerine bath. At 180® C. the mass becomes liquid and acetic 
acid is evolved, and as the temperature rises to 160° C. the melt solidifies. 
The product is cooled, pulverised, and extracted with methyl alcohol, 
the solution partly evaporated and diluted with hot water. The acetate 
crystallises in shining, bushy needles as the solution cools. Yield 
2-8 grams. 

Using the same quantity of starting material and carrying out the 
mercuration in acetic acid solution, the reaction takes twenty-four hours, 
and 8*3 grams of product are isolated. Both methods give a certain 
amount of diacetoxymercuri derivative, which remains behind during 
the methyl alcohol extraction. 

The compound melts at 182° C., then solidifies, and melts again at 
228° C. It is only slightly soluble in ether or petroleum ether, but 
soluble in other organic solvents. With ammonium sulphide it gives 
a yellow sulphide, but prolonged boiling with this reagent precipitates 
black mercuric sulphide. It is converted to the ckloromercuri compound 
when treated with sodium chloride. 

Hydroxymercuri -p -aminobenzoic anhydride , 





C0~0 


The preceding acetoxymercuri compound (8*1 grams) is powdered, sus- 

S ended in 40 c.c. of water and boiled for a short time with 16*5 c.c. of 
formal sodium hydroxide (2*25 molL). The addition of 9*2 c.c. (1*25 
mols.) of Normal sulphuric acid precipitates the anhydride in white 
flocks, excess of acid being avoided or the anhydride wiU dissolve, form- 
ing salts. Yield 2*4 grams. It is only slightly soluble in the usual 
solvents. The ammoniacal solution gives mercuric sulphide, if warmed 
with ammonium sulphide. It dissolves in water, and aqueous solutions 
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of potassium chltjride, iodidt-, or sodium thiosulphate; whilst in bases it 
is soluble, t'oruiiuiL' salts. 

Diacetoxymercuri-p-aminobenzoic ethyl ester. — One method 
of preparation has already !)eeii nieiitioned and two others are a%'ailable. 
(a) Hy heutiiio the N-iso comi>ouiid with acetic acid; {b} 1 ffram of the 
cthylVster in c.c. of acetic acid is treated with scrams (2 mols.) of 
mercuric acetate in 1(1 c.c. of the same solvent. .Viter several days 
the erv.stals are liltered off and washed with methyl alcohol and ether. 
Yield V-t oruiiis. It melts at V'.w" to 257 C., and is rather insoluble, 
except in acetic iiei<i or i.-thyl acetate. IIcatin« with acetic anhydride 
in a<‘etie acid solution produces an mvlyl derivative, fine needles from 
dilute alcohol, .M.pt . 2 17' C. The addition of hot Normal sodium chloride 
solution to the compound in methyl alcsihol-acetic acid mixture ^ives a 
tlwHtretieal yiehl of the tUeMnromen-uri eom[)mmd. It crystallises in 
small needles, which melt at about 270' 

Mercuri-bis-p-aminobenzoic ethyl ester, Hg(C 6 H 3 .XH 2 .CO. 
OEt The corresponding cliloroiiiercuri Ijodyis heated with aqueous 
•sodium thiosulphate, a llocculent jirmpitate soon forming. This crystal- 
lises from ethyl acetate in shining needles, M.pt. 17G C.- 


Deiuv.itives of C1XN.1MIC .Void . 4 .n'd its E.ster,s. 


Biilman ® has shown that when the malenoid forms of compounds 
containing oleline linkages cc»ntaiu two negative groups, they react 
witli mercuric .salts to form eomple.x mercury compounds. Since 
alloeinmimie acid reacts with mcrc-urie chloride in this manner, whilst 
ordinary cinnamic aei<l docs not, the conclusion lias been drawn that 
the alloeinnamie acid has the cis configuration. 

Anhydride of n -hydroxymercuri-j8-hydroxy-/?-phenylpropioiiic 
acid,^ 

C,H5-CH-CII-C=0 


OH Hg-0 


This substance is prepared by adding a hot solution of mercuric acetate 
to a Imiling aqueous solution of alloeinnamie acid. It crystallises in 
colourless microscopic crystals, which liave neutral properties. Its 
alkaline solutions are not affected by ammonium sulphide, unless allowed 
to stand for a considerable time, whea mercuric sulphide separates out. 
When heated with hydrochloric acid, mercuric chloride and ordinary 
cinnamic acid are produced. The anhydride reacts with potassium 
iodide according to the equation : 

/CO* 

HO.CHC,H,.CII< I -i-2KI-(-H*0=H0.CHC,Hs.CH*.C00K+HgI*+K0H 

\Hg 

^ p'Aminobenxok; acid iai ibutyl ester is dealt with in German Patent* 24829L 

* For mechanism of merouration of 3'acetaramo-4-hydroxybenzoate and sodium 
aminobewtoates, see Maschuraun, Annakn, 1926, 450, 85, 98, For diaminodiphenyl- 
dicarboxylks acids, see Blumenthal, Biochim. Zeit„ 1911, 32, 59 ; 1912, 39, 60 ; 1914, 65, 

460 ; Chm, Zenk,, 1911, i. 1523 ; 1912, L 1631 ; 1914, i. 1245, Arylaminosulphonic acids 
are dealt with in German Patent, 281009. Rulphophenol carboxylic acids, German 
Patent, 410969* 

* Biiltnaim, Bier., 1902, 35, 2766. 

* Biilmann and Bjemnn, Ber., 1910, 43, 568. 
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a - Acetoxymercuri - j8 - methoxy - jS - phenylpropionic methyl 
estei* ^ 

CeHs— CH CH— CO,Me 

1 1 

OMe Hg.OAc 

Mercuric acetate (19-6 grams) is dissolved in 100 to 120 c.c. of warm 
methyl alcohol and 10 grams of methyl cinnamate stirred in. Aftei 
six hours the reaction is complete, and in two days 18 grams of product 
are obtained. Yield 65 per cent. It is easily soluble in the usual 
organic solvents, and crystallises from ethyl acetate in warty needles, 
M.pt. 140-5“ C. (corr.); from methyl alcohol spear-shaped crystals are 
deposited which change in four to six days to prisms. The* acetoxy- 
mercuri group reacts in the usual way with alkali halides, forming a 
chloride, short needles, M.pt. ]83-5“ C. (corr.); bromide, needles, M.pt, 
110-5° C. ; iodide, needles, M.pt. 100° C. The acetoxymercuri group 
may also be replaced by sodium diethylbarbiturate when the corre- 
.sponding veronal compound is formed. 

Anhydride of a-hydroxymercuri-jS-methoxy - )S - phenylpro- 
pionic acid, 

CeHg— CH CH— C =0 

I 1 I 

OMe Hg— O 

This derivative is obtained in a pure state when the preceding compound 
is saponified by heating with Normal sodium hydroxide and then Normal 
sulphuric acid added. It decomposes at about 187° C., and its solution 
in ammonium hydroxide yields mercuric sulphide immediately when 
treated with ammonium sulphide, whilst its alkali solutions give pre- 
cipitates with aqueous solutions of the salts of heavy metals. 

a-Acetoxymercuri-jS-ethoxy-jS-phenylpropionic methyl ester. 
— The preparation is carried out as for the methoxy compound, but 
the methyl alcohol is in this ease replaced by ethyl alcohol. It crys- 
tallises from ethyl acetate in long needles, M.pt. 123° C., easily soluble 
in most organic solvents. When treated with alcoholic ammonium 
sulphide, j8-ethoxy-j8-phenylpropioiiic methyl ester is formed, as a colour- 
less oil, B.pt. 256° C. (corr.).® The chloride crystallises in needles, M.pt. 
114° C.; the bromide in small needles, M.pt. 85° C. ; the iodide in small 
prisms, M.pt. 71° C. The internal anhydride may be prepared by warm- 
ing 3 grams of ester with 15 c.c, of Normal sodium hydroxide until a 
clear solution is obtained, and then adding 10 c.c. of Normal sulphuric 
acid. It decomposes at 191° C. (corr.). 

The following derivatives are prepared in a similar manner to the 
methoxy compound and the change of alkyloxy group is brought about 
by carrying out the mercuratiou in the corresponding alcohol. 

a -Acetoxymercuri-jS-propoxy-jS -phenylpropionic methyl ester 
yields white, matted needles, M.pt. 135-5° C. (corr.), very soluble in 
the usual solvents. The yield is about 71 per cent, after two weeks'" 
standing. The chloride^ bromide, and iodide crystallise in needles, 
melting at 109°, 84°, and 84° C. respectively. The internal anhydride 
decomposes at 188° C. (corr.). 

a - Acetoxymercuri - jS - isopropoxy - - phenylpropionic methyl 

1 Sohmutb, SchoeDer, and Struensee, Ber,, 1910, 43 , 695. 

^ Sohmuth, Schoeller, and Struensee, Ber., 1911, 44 , 1048> 1452. 

VOL. XI. : I. 
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ester occurs as white, felted needles, M.pt. 150° C. (corr.) ; the anhydride 
decomposes at 191° C. 

a - Acetoxymercuri - jS - isobutoxy - j8- phenylpropionic methyl 
ester yields white needles, M.pt. 154° C. (corr.), the reaction taking 
eight days for completion. The anhydride decomposes at 193° C. (corr.). 

a»Acetoxymercuri-j5-methoxy-^-phenylpropionic ethyl ester 
is much more difficult to obtain than the methyl ester, the reacting sub- 
stances being allowed to stand for twelve days before being removed. 
The compound crystallises in prisms, M.pt. 107° C. ; yield 45 per cent. 
A similar yield of the corresponding benzyl ester may be obtained in a 
few days. This substance crystallises in long, silky needles, M.pt. 127° C. ^ 

A compound has also been obtained from allyl cinnamate by treat- 
ing it with 2 mols. of mercuric acetate in methyl alcohol solution. 
Sodium chloride solution is added, and the oil which first separates 
solidifies on standing. The formula assigned to the substance is 

CeH5.0MeCH.CH(HgCl).C02CH2.CH0Me.Cn2HgCl 

It is readily soluble in alcohol, chloroform, benzene, or ethyl acetate, 
and is precipitated from its sodium hydroxide solution by sulphuric 
acid. 

a-Mercuri-di-jS-anhydrohydroxy-jS-phenylpropionic acid. — 
When the anhydride of a-hydroxymereuri-j8-methoxy-j8-phenylpro- 
pionic acid is moistened with alcohol, then suspended in \vater, and 
potassium iodide added until a solution is obtained, the addition of 
Normal sulphuric acid gives a white, flocculent precipitate. It crys- 
tallises from alcohol in shining rhombic leaflets, M.pt. 200° C. wdth decom- 
position. It acts as a dibasic acid, and does not yield mercuric sulphide 
when treated with ammonium sulphide. Probable constitution : 

CH CII— COgH 

I f 

C.Hj— CH CH— COjjH 

a - Acetoxymercuri -jS- methoxy- jS -phenylpropionic 1 -menthyl 
ester.*— 1-Menthyl cinnamate in methyl alcohol is treated with mercuric 
acetate in the usual way. It melts at 95° to 105° C. and gives the value, 
[a]„si —28-1° in chloroform solution. 

Wlicn the compound is treated with sodium bromide in methyl 
alcohol solution, the a-bromumercuri derivative is formed. This has been 
isolated as two optical isomerides: the first has M.pt. 145° to 146° 
C., [a] 48‘C°; thesecondhasM.pt. 184° to 185° C., [a]D®® +61-9°. 

Similarly the iodide is obtained as a mixture of the two isomerides, 
M.pt. 126° to 128° C., [o]t,*« +66-89°, and M.pt. 102° to 103° C., [ak*® 
— 24-27° respectively. Only one chloride, however, has been obtained, 
M.pt, 150° to 152° C., [a]D**-45 08°.« 

From jS-Hydroxynaphthoic acid.*— To a boiling solution of 1-88 
grams of jS-hydroxynaphthoic acid in 25 c.c. of 96 per cent, alcohol, a 
solution of 8-2 grams of mercuric acetate in 25 c.e. of boiling water is 

> See Geroun Patent, 228877. 

* Sandbom and Marvel, J. Amer. Ciem. Soc., 1926, 48, 1409. 

* The following de.1 with tyweint : Qennan Patents, 267411, 267412, 279967. 

* Briefer and i^hnlemann, J. praJd. Chem,, 1914, 89, 97, 
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added with shaking. A yellowish-white precipitate is obtained which 
is readily soluble in sodium hydroxide, but not acted upon by cold 
ammonium sulphide. This is filtered and washed first with 96 per cent, 
alcohol, then with much water and dried over calcium chloride m vacuo. 
The preparation is a pale yellow, fine powder, insoluble in all organic 
solvents. It is soluble in alkali, imparting a pale yellow colour to the 
solution. This solution when treated with stannous chloride gives 
metallic mercury. It therefore contains no preparation of the type 
R—Hg— R. With iodine in potassium iodide the mercury is removed, 
and a compound of jS-hydroxynaphthoic acid formed. Sin ce the analysis 
for mercury is somewhat low in compound I., it has been suggested that 
salt formation takes place between the mercurated product and the 
excess of acid present, giving compound II., as excess of naphthoic acid 
cannot be removed by careful washing with alcohol. The same com- 
pound is also obtained when the acid is mercurated by means of mercuric 
oxide. The above facts are represented by the following formula^ : — 


Hg 


\/\/' 

I. 


■boo— I 


Hg- 


lOH 


Hi 


< 1 ^ 


\/\/' 


UOOH 000 

11 . 




A dimercurihydroxy naphthoic acid cannot be obtained, and mercura- 
tion of j3-hydroxynaphthoic-4 : 7-disulphonic acid has not been very 
successful. 



CHAPTER X. 

MERCURY {continued). 

Mtsckli^anrous Mercuhy Derivatives of Orcaxic Compounds, 

MEHfTHY COMPOUNDS DERIVED FROM OLEFINES. 

The compounds formed from the ethylenes have ^^dven rise to con- 
sideral)le discussion. The foriimla* assigned to them are very complex, 
and no two investis^ators sec!n in airrcement as to their constitution. 
This is pr(»bal)ly due to experiineuts not bein^ carried out under standard 
conditions, llofinanii and Sand ^ divide the compounds obtained by 
the action of ethylene on mercuric salts into the followini^ types : — 

1. Kthene mercury salts, CII^—CII.H^X 

2. Polymerised etiiene mercury salts, (CjlLjH^^Xjn 

ii. Ethanol mercury salts, OII.Cll 2 .CH 2 .n^fX 

4. Ethyl ether mercury salts, 0(CIl2.CH2.II^JfX)3 

The formation of these types is explained on the assumption that the 
mercuric salt, IljOiXg, ionises into II^^X and X ions, which combine with 
the ethylene to form CIl 2 X.CH 2 -IIgX. If such a compound loses its 
hydrogen halide it forms an ethene eompoimd. Hydrolysis of the com- 
pound would fonn an ethanol salt, whilst partial hydrolysis and coup- 
ling witli tlie original compound would give the ether t}"pe, if hydrogen 
halide were lost. 

They dra\v the following distinction between ethanol salts (I) and 
ether salts (II) 

1. An alkaline solution of (I) in potassium iodide remains clear, but 
(11) gives a white precipitate. 

2. An alkaline solution of { I) gives a w'hite precipitate with potassium 
sulphide, soluble in hot potassium hydroxide ; (II) gives a white pre- 
ei[)itate, insoluble in boiling potassium hydroxide. 

Tiie halogen-free alkaline solutions of ether salts yield insoluble 
earlKumtes, whilst the ethanol salts do not. 

Manehot and his co-workers have criticised the above types and 
consider tliein to be molecular addition compounds. Their arguments 
will he found when discussing the respective compounds. 

In the (*ase of the acetylene compounds very little satisfactory work 
has been accomplished, and with both ethylenes and acetylenes only 
such work as has given more or less definite results has been included in 
the following pages. 

The references given on the next page should be taken along with 
those given in the text by anyone d^iring a more complete knowledge 
of the work done on these compounds. 

* Hofmann and Sand, Ber., 1900, 33 , 1340, 2692. 

ISO 
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Ethylene,^ butylene and amylenej^ acetylene isopropyl acetylene^ 

Ethanol mercuric chloride, ClIaOHX'lIoJIgCI.'^ -EthyleiH* is 
passed into a nearly saturated solution of mercuric chloride, and a 
double salt of the ethanol compound with mercuric chloride is obtained. 
Tiiis is washed free from other compounds and recrystallised from spirit. 
It forms plates, soluble in potassium hydroxide, from whicli solution 
carbon dioxide precipitates ethanol mercuric chloride. The chloride is 
also formed by the action of ethylene on saturated mercuric acetate, 
treating the solution, with potassium cliloride, then precipitating the 
compound by carbon dioxide. It melts at 155^ C. 

This compound with potassium cyanide or concentrated acids (not 
acetic acid) yields ethylene. From an aqueous solution of the chloride, 
liydrogen sulphide precipitates all the mercury as sulphide, ]>ut from 
an alkaline solution potassium hydrosuljDhide precipitates ethanol 
mercuric sulphide (CH 20 HCH 2 Hg) 2 S. 

Ethanol mercuric bromide is prepared in a similar manner to 
the chloride. It has also been formed from the mother-liquor obtained 
in the production of ethanol mercuric sulj)hate by the action of ethylene 
on mercuric sulphate. The liquor is saturated with ammonia, then 
treated with acetic acid, the grey-black residue filtered off and potassium 
bromide added to the filtrate, the bromide separating out.^ It crys- 
tallises from alcohol in thin, glistening plates, Sl.pt. 158''“' C., which 
yield ethylene when treated with 20 per cent, hydrochloric acid at 15"“’ C. 
A similar result takes place with 30 per cent, acetic acid, the re- 
action becoming more rapid on heating. Cold sodium and ammonium 
hydroxides give clear solutions from which ammonium sulphide throws 
down a white precipitate. By bromine in alcohol, the bromide is oxidised 
to bromomercuri acetic acid, HgBr.CHg.COOH. Sodium ethylate with 
an alcoholic solution of the bromide precq^itates a white powder, 

CHo— Hg 

I " I 

CHjj— 0 

which melts indefinitely at 140^ C., is soluble iji water and alkali, from 
which solution dilute acids give a white precipitate. 

Evaporation of the bromide with acetic anhydridci gi\’cs an acetyl 
derivative, HgBr.CHg.CHg-OAc, lustrous leafiets, M.pt. 75° C., which 
with hydrochloric acid yield ethylene. 

When oxidised by permanganate the bromide is converted mainly 
into oxalic acid, bromomercuri acetic acid being formed at the same 
time.’ 

^ Sand and Breest, Zeitsch, anorg, Clrnn.^ 1907, 59 , 424 j Sand, Rer., 1901, 34 , 1385 ; 
AnmUn, 1903, 329 , 138, 

® Benigds, BuU, Soc, (Mm,, 1898, [3], 19 , 494. 

® Plimpton, Proc. Ghtm, Roc., 1892, 8 , 110; Koiser, Anwr, Cheni, J,, 1893, i5» 537 ; 
Plimpton and Travers, Tram. Chem. Soc., 1894, 65 , 206; Biginelli, Ckem. ZeTUr., 1898, i. 925; 
Le Comte, J. Pharm. CUm„ 1902, [ 6 ], 16 , 297 ; Chem. Zentr., 1902, ii. 1499 ; Burkard and 
Travers, Tram. Chem. Soc., 1902, 81 , 1270 ; Biltz, Ber., 1905, 38 , 133 ; Brame, Tram. Chem. 
Soc., 1905, 87 , 427 ; Hieuwland and Maguire, J. Amer. Chem. Soc., 1906, 28 , 1025 ; Frenoli 
Patent, 479656, Chem. Abs., 1914, ii, 870 ; Swiss Patent, 74446, Chem. Abe., 2027 ; Patents 
Chem. Abs., 1918, 12 , 42, 280, 484, 566, 588. 

* Perkin, Chem. Abs., 1913, 7 , 2095 ; British Patent^ 277 (1913). 

® Hofmann and Sand, Ber., 1900, 33 , 1340, 2692. 

« Biilmann, Ber., 1900, 33 , 1641. 

’ Sand and Singer, AnnSm, 1903, 329 , 166, 
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Ethanol mercuric sulphate, (CH20H.CH2.Hg)2S04.— Ethylene is 
passed into a solution of mercuric sulphate, and the sulphate is precipi- 
tated as a white crystalline body. It is easily soluble in warm water, not 
decomposed on toiling with ammonium hydroxide, and gives a w'hite pre- 
cipitate with ammonium sulphide. Although stable to boiling alkali, it is 
decom])Osed by Imiliug aci<l, mercuric sulphate being fonned. Concen- 
trated hydrochloric acid decomposes it with the evolution of ethylene. 

Ethene mercuric iodide, CHj[=CII— Hg— I. — A solution of 
mercuric nitrate is treated with potassium hydroxide until a slight pre- 
cipitate is fonned. The latter is then dissolved by passing in ethylene, 
more potassium hydroxide is added to give a j)recipitate and more 
ethylend ])assed in.* This process is repeated until no more ethjdene is 
al)Sorbed. Potassium iodide solution is added and carbon dioxide 
passed in, glistening silver plates of the iodide being precipitated. It 
melts at 147’’ C., is easily soluble in hot alcohol and fairly soluble in hot 
water. It is decomposed by hydrochloric acid or potassium cyanide 
with evolution of ethylene. Boiling with mercuric oxide and ijotassium 
hydroxide yields the" insoluble fonn of diniereuri acetic acid, (HOHg) 
(ilglC.COdllA The iodide is easily soluble in ak*oholic potash, cither 
the' hydroxide, Clla— Cll.IIgOII, or the anhydride, CH2.CH2.Hg.O, 

being formeti, and the alkaline solution of this compound when boiled 
witir methyl iodide regenerates the iodide. At 150° C. methyl iodide 
dceom}H)ses the iodide, fonihng mercuric iodide and hydrocarbon. 
Reduction in alkaline solution by sodium amalgam or electrolysis gives 
ethyl alcolu)!.® When ethanol' mercuric chloride in methyl alcohol 
solution is treated with silver nitrate, ethene mercury nitrate is formed, 
('Hj~Cn.HgN03. It crystallLscs in strongly refracting plates, easily 
soluble in water and exploding when heated. The addition of a little 
dilute hydrochloric acid to the aqueous solution precipitates ethanol 
mercuric chloride. 

Ethyl ether mercuric chloride, (HgCl.CH2.CH2)20. — Ethylene 
is passed into a nearly neutral solution of mercuric sulphate, a sulphate 
of composition C,Hg*(S04)jOiHio being precipitated. This is dissolved 
in ■ 10 per cent, {wtassium hydroxide, potassium chloride added, and 
carbon dioxide passed in. The precipitated chloride meltsat about 190° C., 
is slightly soluble in water, alcohol, or ether. The corresponding bromide 
is obtmncd by substituting potassium bromide for the chloride. It is a 
line, white jrowder, has a .similar solubility to the chloride, and sinters 
above 200° C. It only reacts very slowly with dilute hydrochloric or 
acetic acid, whereas the ethanol salt is readily attacked. It dissolves 
in stoium hydroxide, forming a clear solution. 

An alkaline solution of the sulphate when treated ■with carbon 
dioxide yields the carbonate, [(Hg.CH2.CH2)20]C02. 

An ethene mercuric iodide of the jwlymerised type (C2H8HgI)a, is 
formed by the action of potassium iomde on the sulphate. It crystal- 
lises ftom alkali in platelets, M.pt, 161° C. 

An analogous sulphide is obtained from an alkaline solution of the 
sulphate by the action of potassium hydrosulphide. It is a white 
precipitate, imchanged by boiling ■with ■water, and is insoluble in hot 
potassium hydroxide. 

> Hofmann and Sand, Ber., 1901, 54 , 1385, 2906. 

* Sand and Singer, Ben, 1^, 33 , 3180 
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Mercurodiethylene oxide, O ; (02114)2 : — Ethyl ether mer- 

curic bromide dissolved in 10 per cent, potassium hydroxide is treated 
with an alkaline stannite solution until no further precipitate is obtained. 
The grey-violet product is decanted, washed, and dried over sulphuric 
acid. Yield nearly quantitative. It is a bluish-black precipitate, 
sintering at 80® C. and melting at 140® to 150® C., insoluble in 'water, 
alkalies, and the usual organic solvents. It is completely decomposed 
by hot hydrochloric acid, and %vhen heated with benzene in a sealed 
tube at ] 40® C. is converted into mercury and the mercuric compound. 

Mercuridiethylene oxide, 

XH2-CH2V 
0<( >Hg 

^CHj— CH/ 

Prepared as just described, it crystallises from benzene in glistening, 
colourless needles, M.pt, 145® C., insoluble in water, alkali, or dilute 
mineral acids, but readily soluble in most organic solvents, exce})t 
ether and acetone. It is not decomposed when heated with potassium 
hydroxide, iodide, or cyanide, but with fuming hydrochloric acid it 
gives a theoretical yield of ethylene.^ 

Manchot and Kllig ^ criticise the above work of Hofmann and Sand, 
and advance arguments against the structures given above, in favour 
of additive formula?, Their points are ; 

1. Hofmann and Sand’s formula does not explain why the com- 
pound of the type CH2OH.CH2.HgX is immediately decomposed by 
halogen acids with the evolution of ethylene, wiiereas it is stable towards 
other acids. According to Manchot, a similar result is obtained by 
potassium cyanide or thiocyanate in the presence of acids. 

2. The reaction is caused by all those substances which combine 
with mercuric halides to yield additive compounds of the type HgCl^* 
2HCI, and may be expressed by the equations : 


C2H4,OH.HgCl+HCl.— C2H4.HgCl2+HaO 

and 

C2H4.HgCl2+2HCl— HgCl 2.2HCI+C2H4 

3. It was shown by Sand that the complex C2H4.Hg(OH ) is univalent 
and that the dichromate was prepared by Manchot and expressed as 

[C2H4.Hg(0H)]2Cr20, 

4. The decomposition by iodine of the ethylenie compounds con- 
taining mercury is more readily explained by the additive formula. 
It is assumed that the iodine displaces the oxygen, followed by the addi- 
tion of oxygen at the double bond, thus yielding CHal.CHg.OH and 
0(CH2.CH2l)2 respectively. 

5. According to Sand’s formula, the ethanol mercuric iodide should 
yield propyl alcohol when treated with methyl iodide, whereas methyl 
alcohol, ethylene, and mercuric iodide are obtained. 

^ Sand, Ber,, 1901, 34 , 2910. 

* Stoehr, J, praH, Chem., 1897, [2], 5$> 80. 

’ Manchot and King, Anmient 19^, 420 , 170, 
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6. Ethyl efliK'r iiUTcuric salts yidd elhyhiic* when heated Avith 
methyl iodide at 1 lO" (\, 

- ‘iCII ,1 -2ll.ul2-r(Cir3)20 

and this is also advanerd to sui>port the additi\ e structure, 

Acetoxymercuri -ethyl methyl ether, AeOII<r.('IIjj.(dl2.0Mo.^ — 
Mi^reurie acetate (20 grains, K> per cent.) is shakcii with 100 e.c. of 
methyl alcohol, aiul air-free ethylene ]mss(*d in. The a])sor})tion is 
measured, and inoiieiiourat 22' (’. and 700 mui., ItOOc.e.of ethylene are 
absorbed. \Vh(*n th(‘ n aeiion is eoinj)lete the mixture is distilled under 
reduced pressure to n*iuove the aleoh(»l and acetic acid, and a yellow, oily 
liquid remains. d'Jiis aft<T standin^f for twenty-four liours in vacuo over 
sulphuric acid and caustic alkali solidities (i7 grams). Yield 82 per 
cent. It crystallises from petroleum ether in fine needles, M.])t. 4*2^ C., 
easily soluble in water and the usual solvents. Treated with a little 
hydroehlorie acid in aqueous solutu»n it yields the chloride^ but with 
exe(‘ss of hydrochloric acid ethylene is evolved on gentle warming. 
With ainmoniuin sul}>hi<lc a %vliit(* amorjdious sulphide is precipitated 
which sjdits <df mercuiric sulphide on warming. Sodium stannite 
solution giv(‘s metallic mercury in the <*old. The acetate decolorises 
permanganate aiul ethereal iodine, solutions. 

The hrotnide is obtained by treating the alcoholic acetate wdth 
aqueous potassium bromide. It crystallises in small bushes of wdiite 
needles, M.pt. fiS- (\, which are readily soluble in all the usual solvents, 
except light petroleum. The corresponding iodide crystallises in wdiite 
needles or plates, not particularly stable. 

Acetoxymercuri -dimethyl ether is prc{)ared in the same way as 
the jireeeding eom})ound, but the reaction takes longer to complete. 
Yield 95 j)er cent. It forms fine W’hite needles, sintering at 88° C. and 
melting at 8(i C. The vhloridc yields white needles, M.pt. 92° C., and 
when heated with methyl iodide at 100° C. practically 1 mol. of 
ethylene is produced and mereuric iodide formed. 

Since these compounds are readily decomposed by halogen acids 
yielding ethylene, and the latter is evolved when they are treated with 
alkyl iodides, the following constitution has been proposed 

C2H4.Hg(OEt)X 

Propanol mercuric chloride,® CHj.CHOH.CHg.HgCl. — Propylene 
is passed into an alkaline solution of mercuric nitrate, and the required 
amount of potassium chloride added. After twelve hours, carbon 
dioxide is passed in and the solution extracted with ether. It crystallises 
from this solvent in prisms, melting at about 58° C. Instead of using 
mercuric nitrate, tlie acetate may be used, but not the sulphate, as a 
yellow' precipitate is then obtained which contains much basic sulphate. 

The corresponding bromide is prepared similarly to the chloride, but 
in this case the salt is ]>recipitated by the carbon dioxide. It is 
recrystallised from absolute alcohol-ether mixture and melts at 76° C. 
The iodide crystallises in needles, M.pt. 68° C., from benzene or ether. 
It is easily soluble in absolute alcohol, sparingly in carbon disulphide, 

^ Solioeller, Schrautb, and Ben, 1913, 46, 2854. 

* Manchot. Ben, 1920, 53, [B], 984. 

» Sand and Hofmann, Sen, 1900, 33, 1353 ; Sand and Genseler, ibid., 1903, 36, 3699. 
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benzene, or water. 'When an alkaline solution of the chloride or Ijroiiudc 
is treated with hyclro^ren sulphide, a white sulphide is precipitated, tliis 
in time dissolving with the formation of a hjdrosulpihide, 

Dibromomercuri-di-isopropyl ether is obtained by dissolving 
the bromide in alcohol and passing carbon dioxide into the solution. It 
may be purified by solution in ])ure potassium hydroxide and precipita- 
tion by carbon dioxide. It is a heavy, ei*ystalline powder, insoluble in 
organic solvents, and has no melting-point. 'When dissolved in alkali 
and treated with potassium iodide solution, the iodide is obtained. This 
may be recrystalliscd from boiling potassium hydroxide. It has similar 
properties to the bromide. The structure of these compounds is as 
follows : — 

CH3 CHg 

cii— o— cir 

I I 

XHg— CHa CII2— HgX 

Butanol mercuric chloride.^ — Isobutylene, (CH3)2C=CH2, t*on- 
taining a little pseudobutylene, CH3.CH=CII.CH3, when passed into 
an aqueous solution of mercuric chloride, only slowly deposits a white 
micro-crystalline compound. If, however, mercuric acetate is used, the 
absoriition of the mixture of butylenes is rapid, and the solution becomes 
intense red, the addition of potassium hydroxide only precipitating a 
little mercuric oxide. Potassium chloride is added, the solution allowed 
to stand for twxnty-four hours, and treated with carbon dioxide. In the 
case of the bromide, the comjDound is precipitated at this stage, but to 
obtain the chloride the solution is extractecl with ether, from which this 
salt crystallises. It melts at 52 ° C., and is easily soluble in alcohol, ether, 
water, or benzene. The bromide crystallises in glistening prisms, M.pt. 
66° C., the ether solution forming a compound with ammonia having the 
composition HO.C4H8.HgBr.NH3. 

Butene mercuric iodide, C4H7HgI. — ^When potassium iodide is 
used in the above preparation, Sand and Hofmann state that a butanol 
compound is not obtained, but the butene derivative. It crystallises 
in spears from ether, and prisms from benzene or carbon disulphide. 
All the above substances with 20 per cent. hydrocHoric acid gi\'e a 
quantitative yield of olefine and mercuric salt. 

When isobutylene is passed into neutral mercuric sulphate solution, 
it gives an intensely yellow powder of complex composition. This is 
insoluble in 10 per cent, sulphuric acid, and on boiling with sodium 
chloride a mixture of calomel and a red chloride, C4Cl4Hg4(0H)^,Il20,is 
obtained. 

Mercury trichloroethylene, Hg(CCl=CCl2)2- — ^Trichloroethylene 
is shaken for several days with an alkaline solution of mercuric cyanide. 
An oil separates out, the excess of trichloroethylene is removed by 
evaporation, and the residue recrystaUised from ether. It crystallises 
in colourless, strongly refracting plates, melting at 83 ° C., easily soluble 
in alcohol or ether. It is decomposed by yellow ammonium sulphide, 
mercuric sulphide separating out. 


1 Sand s»od Hof mami, he, dt. 
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MERCURY C03fP0rxr>E DERIYED FROM AGETYLEXES. 

Products from ^Iercuric Chloride.— \yimi pure acetylene is passed 
into nirrcuric cbloricle solution a wliite precipitate is obtained, to which 
Hofmann ' },m' c the structure : 

Hp 

Hilt^ and Muiiiiii ^ state that tiiis compound is really a tricMoro- 
uiercvri-acefaldehydc, C(HpCl) 3 .('HO. The evidence put forward is that 
the analysis corresponds to this formula, and also that the following 
Ciiuation* may represent the reaction : 

CjHs+SligClj+HaO ==C{HpCl la-CHO+SHCI 

The equation is based on the fact that the compound when boiled 
with hydrochloric acid yields 8 mols. of hydrogen chloride and acetal- 
dehyde, t'hlorine water converts it into mercuric chloride and chloral : 

t’(IIg(’l );,CHO -}-,3t'l4=Ca3.CHO -f SllgCla 

With an aqueous suspension ora jxitassium iodide solution of iodine, only 
mercuric iodide is isolated. Perinanganatc in the presence of sulphuric 
acid converts it directly to carbon dioxide and mercuric salts, whereas 
Hofmann stated that trichloromercuri acetic acid was formed. Later,® 
Hofmann admitted that his coinpoimd was so rapidly hydrolysed by 
water that he could not obtain a preparation free from oxygen. He 
therefore considered his compound to be an aldehyde. When heated 
with aqueous jxitassium cyanide, trichloromercuri acetaldehyde yields 
aldehyde resin, mercuric cyanide, and metallic mercury. No precipitate 
is formed when acetylene is passed through an aqueous solution of 
mercuric chloride containing an excess of sodium chloride. 

Manchot* considers that tliis trichloromercuri acetaldehyde is 
merely an additive product of vinyl alcohol. 

Although not obtained by the direct action of ethylene, a body to 
which an ethylcjiic structure lias been assigned is obtained when diethyl 
ether is shaken with mercury oxychloride. It has been styled I'inyl 
oxymercurochloride, CHj=CH.OIIg.O.Hg 2 Cl 2 .® If boiled for a long time 
with potassium hydroxide solution, and the residue in alkaline solution 
treated with nitric acid, a colourless comiround is precipitated, 
CHsC.Hgj(OH) 2 .Hg 2 (OH} 2 . It will be noted that the compound has 
assumed an acetylenic structure, and has been named “ acetylene- 
tnercury." Treat^ with glacial acetic acid it yields a crystalline acetate, 
CH=CMIg*.(OAc)*.Hg(OAc) 2 , decomposing at 100“ C. or when boiled 
with water. When nitric acid is added to an alkaline solution of vinyl 
oxymercurochloride, colourless acetylenemercury oxychloride is precipi- 
tated, CH=C.Hg0.ngCl,. It is an amorphous powder, insoluble in 
nitric or hydrocUoric acids, ammonium hydroxide, or alkali carbonates, 
but readily soluble in potassium hydroxide. It is not explosive, but 
when heated volatilises, leaving a carbon residue. 

* Hofmann, Ber., 1899, 33 , 870. 

‘ Bilte (ud Mumm, Btr., 1904, 37, 4417. 

* Hofmann, Ber., 1904, 37, 4469. 

* Manohoi, Anmlen, 1918, 417, 93. 

* Poteck and Xhbmmel, Bar., 1899, 22, 2863. 
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From Mercuric Nitrate.^ — By passing acetylene into a cold solution 
of mercuric nitrate for fifteen to twenty minutes, Hofmann obtained 
a compound to which he assigned the formula, C2Hg2N04H. He 
also mentions a compound, CjHggNOgH, to which he ascribed the 
constitution, 



as being prepared in the following manner : 20 grains of yellow mercuric 
oxide in 70 c.c. of 30 per cent, nitric add and 500 c.c. of water is treated 
with acetylene for two hours at 18'" C. A greyish- white, powdery 
precipitate is obtained. This is mixed wdth 150 c.c. of 8 per cent, nitric 
acid, and allowed to stand for six hours at room temperature, and after 
repeating the operation three times the product is filtered, washed with 
alcohol and ether, and dried in vacuo. If acetylene be passed into hot 
mercuric nitrate, some mercury separates as well as the above product. 

When boiling mercuric nitrate solution is saturated udth acetylene 
the composition of the predpitate is HgCsCHg.HgNO3.H2O. 'This 
yields acetaldehyde when treated with dilute adds. 

If the mercuric nitrate solution contains an excess of potassium 
nitrite and 1 per cent, nitric acid and acetylene be passed into the cold 
mixture, nitrito-dimercuracetaldehyde is precipitated as a bright yellow 
powder. It is explosive, and is proved to be a nitrite by its behaviour 
towards a-naphthylamine in the presence of acetic and hydrochloric 
acids.2 

From Mercuric Oscide.^ — ^tVhen acetylene is passed through a sus- 
pension of mercuric oxide in boiling phosphoric acid, density 1-15, or 
in 30 per cent, sulphuric acid, acetaldehyde is produced. 

From Mercuric Chlorate and Perchlorate.* — Chloratotrimercuriacetalde- 
hyde, C103.Hg.C(Hg20).CH0, is obtained by passing acetylene into 
an aqueous solution of mercuric chlorate or a mixture of sodium chlorate 
and mercuric nitrate. The precipitate obtained is digested with 
3 per cent, hydrochloric acid. The compound is less explosive than 
chloratodimercuracetaldehyde. If the perchlorate is substituted for 
the chlorate, perchloratomercuracetaldehyde is formed, the substance 
being less sensitive to shock than the chlorate. 

From Mercuric Bromide.* — ^AVhen acetylene is left in contact with 
the bromide and water at 100° C. in a sealed flask acetaldehyde is 
formed, and methyl acetylene under similar conditions yields acetone. 

Methyl Acetylene.*— When methyl acetylene (allylene) is passed 
into mercuric chloride solution at ordinary temperatures, a white, 
crystalline precipitate is obtained. Kutscheroff gave its constitution 
as 8HgCl2.8Hg0.2C3H|, whilst Biltz and Mumm consider it to be a 
trichloromercuri acetone, CH3.CO.C(HgCl)8. The product is insoluble 
in water or cold alcohol, but is decomposed by acids, with the formation 
of acetone and mercuric salts. The reaction between methyl acetylene 

1 Wnfmann, Ber., 1898, 31, 2212, 2783 ; Erdmann and Kothner, Zexteck. awrg. Ohem., 
1898, 18, 48 ; Kothner, 1898, 31, 2475, 

* Hofmann, Ber., 1906, 38, 1999. ^ ^ ^ 

* ]EirdniaiiXL and Kdthner, ZftiUch, atwrg, 1898, 18 , 48. 

^ Hofmarm, 1906, 38, 1999. 

» Kutecherofif, Bet,, 1881, I 4 » 1640. 

« Kute^raff, 5er., 1884, 17, 13 ; Biltz and Mumm, iSer., 1904, 37, 4417. 
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and niereuria bruinide takes place to a less extent, and in the case of 
incrc'uric iodide no reaction can lie ])erceived. 

A compound is obtained by the action of ineihyl acety- 

lene on alkaline solutions of mercuric iodide in potassium iodide, or 
inercurh* chloride. It melts at to 204' C. with sliffht darkening.^ 
Methyl acetylene \\itii incrctiric sulphate gives a compound which 
Kutschcroff designates as IhiSOj.allgO.OC;,!! i-TlIgO, and with mer- 
curic acetate a white amorphous precipitate, HgAc. 3 HgO. 2 C 3 H j. 

Kthyl acetyleiM* gives c<»mpounds analogous to those from the 
imdhyl derivative. They dissolve readily in hydrochloric acid, yielding 
lutdhyl ethyl ketone, and Biltz and Muniiu consider the compound from 
in<‘rciiri(* <‘hl(>ride to be irichhnwnemiri-mdhtjl ethifl Icetone. The com- 
pound from alkaliiK* mercuric iodide forms long white needles, M.pt. 
102 ^' to 103" C. from 05 per cent, alcohol. Ethyl n-butyl acetylene and 
ethyl propyl acetylene arc said to yield derivatives with mercuric chloride, 
h!it tin* eom})ounds havt* not been analysed.- The melthig-points of 
the* covipounds obtained from other mono-substituted acetylenes by 
tin* action of alkaline mercuric iodide are as follows; terL-butylacetylem\ 
M.pt, or to 02 C. ; n-nmylaeetylene, M.pt, QV C. ; n-octylacciylene, M.pt. 
S3 to 81”’ C.^ 

Mercury chloroacetylide, Hg(C^CCl) 2 .'* — This compound is 
form<*(l; ( 1 ) By shaking sym.-dichloroethylene with mercuric cyanide 
and aejneous potassium hydroxide solution; ( 2 ) the gas obtained by 
heating tri«*hloroclhylcn(* with alcoholic potassium hydroxide is washed 
witli water and concentrated sulphuric acid, then passed into an 
alkaline mercuric cyanide solution. The product is obtained as a white 
precipitate, whi<*h crystallises from ether in thin quadratic ])lates, M.pt. 
1S5" r., decom]K^sing with explosion at 105® C. It is not attacked 
by concentrated hydrochloric acid, but with an tthcrcal solution of 
iodiiic. when exposed to sunlight, it yields chloro tri-iodoethylene, 
mi -Ha. 

Mercury bromoacetylide is prepared as above, using dibromo- 
cthylcne or tribromoethylene. It crystallises in thin, rectangular 
plates, ihTomposing at 153'" to 155® C., readily detonating when rubbed 
on a tile. It is decomposed by boiling with potassium cyanide solution 
or dilute hydrochloric acid, yielding bromoacetylene, and is volatile 
ill steam. With mercuric bromide it forms an addition compound. 

Wlien u mixture of hydrogen and inonocliloroaeetylene is passed 
into a saturated aqueous solution of mercuric chloride, irichloromercuri- 
aedie acid. CXIlgC]) 3 .C 0 . 2 lI, is precipitated as a crystalline powder. 
This is decomposed by hydrochloric acid, yielding' acetic acid and 
mercuric chloride, but in cold potassium hydroxide solution a poly- 
mcrisc*ti form of the acid is obtained. When the mercuric chloride solu 
tion contains sodium acetate, chloroacetylene gives dichloromonohydroocy- 
irimercuri’aceik acid, Hg 0 H.C{HgCl) 2 .C 02 H. From its solution in 
potassium hydroxide, carbon dioxide precipitates trihydroxymercurk 
acetic acid, 

C(Hg0H)3.C02H. 


^ JrjhriHon and ./. Amer. (J/utn, 48 , 472. 

a B4hal, Bull Sor. chm., 1888, [2J, 49 , m ; Ann, Chim, Phjs„ 1888, [ 6 J, 15 , 415 . 
^ Johnstm and M'Ewon, he. cit. 

* Hofmann and Kirnireuther, Ikr„ 1908, 41, 314 ; 1909, 42, 4232. 
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Products from Plienylacetylene.^ 

From Mercuric Chloride. — white, insoluble, amor}:)lious solid is 
obtained. This when boiled with hydrochloric acid and steam distilled 
yields acetophenone, but if steam distilled after addition of the acid 
some phenyl acetylene is also obtained. 

Fro?n Mercuric Bromide. — In this case a yellow, crystalline substance 
is formed, which ;^delds phenylacetylene and acetophenone if treated 
with concentrated hydrochloric acid and steam distilled. 

Mercury phenyl acetylide, Hg(C 6 H 5 .C=C) 2 . is formed when 
mercuric oxide reacts with phenylacetylene. This compound has 
been more recently obtained ^ by dropping a solution of 1 equivalent 
of phenylacetylene in 20 volumes of 95 per cent, alcohol into a cooled, 
dilute solution of 2 equivalents of alkaline mercuric iodide, the mixture 
being mechanically stirred. The product separates as a white, crys- 
talline precipitate if the acetylene solution is not a.dded too rapidly; 
in the latter case the product is at first sticky, but becomes crystalline 
on standing. The alkaline mercuric iodide is prepared as follows : 
GC grams of mercuric chloride are dissolved in a solution of 163 grams 
of potassium iodide in 163 c.c. of water, and 125 c.c. of 10 per cent, aq, 
sodium hydroxide added. The above crystalline precipitate is stirred for 
two or three minutes, then filtered and washed with 50 per cent, alcohol. 
The mixture should not be allowed to stand too long before filtration, 
or secondary reactions set in. The crude product is recrystallised from 
benzene or 95 per cent, alcohol. From the latter it forms glittering 
white leaflets, M.pt. 124-5° to 125° C. It is moderately soluble in cold 
ether or alcohol, readily soluble in chloroform, benzene, or hot alcohol. 

The following substituted acetylenes are prepared in a similar 
manner : — 

Mercury benzyl acetylide is purified by solution in hot benzene 
and precipitation by petroleum ether, then crystallisation from hot, 
absolute alcohol. It forms white needles, M.pt. 10C-5° to 107-5° C. 

Mercury phenyl ethyl acetylide occurs as small, white crystals, 
M.pt. 83-5° to 84-5° C. 

Mercury p-tolyl acetylide yields long, white needles, M.pt. 199° 
to 202° C. ; yield 75 per cent. It is moderately soluble in warm benzene 
or toluene, slightly soluble in cold, sparingly soluble in ether or boiling 
alcohol, and almost insoluble in cold alcohol. 

Mercury p-anisyl acetylide forms small, white crystals from toluene, 
M.pt. 207° to 209° C., when rajndly heated. When heated slowly, the 
salt turns brown before the melting-point is reached. 

Mercury hexahydrobenzyl acetylide yields long, white needles, 
M.pt. 104° C. ; yield 78 per cent. 

Mercury phenoxymethyl acetylide gives long, white needles, M.pt. 
120-5° to 121° C. ; yield 84 per cent. 

Mercury tribromoethylene. — ^Acetylene tetrabromide is shaken 
for about ten hours with alkaline mercuric cyanide solution. A crys- 
talline deposit is obtained, which after crystallisation from ether yields 
monoclinic prisms, the parameters of which are a : b ; c=l-4829 : 1: 
0-5637 ; j3=105° 26', M.pt. 141° C. With yellow ammonium sulphide 

1 Manchot and Haas, Annahn, 1913, 399, 123; BUtz and Reinkober, AnnaUn^ 1914, 
404, 219 ; Nef, Amiahn, 1899, 30^ 299. 

* Johnson and M‘Ewen, J. Aftter. Ohem. Soc.^ 1926, 48, 472. 



190 ORGANOMETALLIC COMPOLTNPS. 

it t^ives tribronioethylene, but is not decomposed b}" boilinir water or 
10 per cent hydroehioric acid.^ 

Vinyl bromide^ (moiiobroinoethylene) a \yhite, amorphous 

eoinpoiind when heated with inercHirie acetate at lOO'^ C., the product 
probably bcinij a compound of acetaldehyde with mercurous bromide. 

Mercuration of Sfijrol (pheiiylethylcne).® — ^^Fwo j[i[rams of styrol ^^dth 
a solution of 10 grains of mercuric acetate in 170 c.c. of water are shaken 
for eijjfht hours and tlie reaction produc^t poured into 10 per cent, 
sodium chloride scjlution. The product is easily decomposed^ and with 
sodiinn hydroxide hec*onies yellow, with ammonium sulphide black. It 
crystallises from water in plates, M.pt. 112° C., the aqueous solution 
haviiijjr an odour of stvrol, which becomes intense on warming. A 
similar product is obtained if a mixture of mercuric cliloride and 
acetate is used. The composition is given as SCgHg.SlIgOHCl.IIgC^. 

When styryl ethyl ether is warmed at 50° C. with an aqueous solution 
containing S niols. of mercuric acetate, and poured after two hours 
into 10 per cent, sodium chloride, a white precipitate is obtained.^ The 
substance formulated as CnPh=CH.OII.2lIgC10H, partially melts 
alM>ut V., is stal)le towards dilute acids, but decomposed by hydro- 
<*hlori<* acid, yielding phcnylacetaldehyde. 

DERIVATIVES OF CYOUU AED DICYCLO-PENTADIENE,^ 

Cyelopentadienc when shaken with an alcoholic solution of mercuric 
cliloride and sodium acetate gives a heavy white precipitate of di- 
chloromcrcuri cydopentadiene, C 5 H 4 (HgCl k, insoluble in all solvents. 

Chloromercuri methoxy dicyclopentadiene. — To 35 grams of 
mercuric chloride in 200 c.c, of acetone-free methyl alcohol, 5 c.c. of 
dicyclopentadiene are added, and the mixture allowed to stand for two 
days at 15° C. It is then filtered, and the fiiltrate added to boiling 'water 
until turbidity disappears, and on cooling the compound is deposited in 
shining crystals. Yield 10 to 12 grams. It is obtained in pale yellow 
needles, M.pt. 133° C., when recrystallised from aqueous methyl alcohol 
(1 : 2). In alcohols, ether, acetone, benzene, or acetic acid it is readily 
soluble, also in hot alkali. Boiling potassium cyanide solution or acids 
convert it into dicyclopentadiene and mercuric salts. When its solution 
in concentrated sulphuric acid is warmed it assumes a pink coloration, 
with a green lluorescence. 

If the methyl alcohol in the above preparation is replaced by ethyl 
alcohol, the corresponding ethoxy compotind is formed. It crystallises 
from aqueous alcohol in prisms, M.pt. 98° C. 

The amyloxy compouful is a heavy oil, which solidifies at —12° C.. 
and is soluble in hot methyl alcohol, from which solution it may be 
pmdpitated by the addition of water. 

ALKY I AND ARYL MERCURIC ALKYL XANTE ATEBA 

To the alcoholic solutions of the alkyl or aryl mercuric hydroxides, 
obtained from the coiTesj)onding chlorides by treatment with sodium 

* Hofmann and Kirmrenther, 1908, 41, 314 ; 1909, 42, 4232, 

* iSaytzefF and GUmky, Jahrfsder.f 1867, fife ; Cheftm,, 1867, [2], 3, 675 ; Bull, 

Sor, ehim., 1868, [2], 9, 474, ® Manchot, AnnaUn, IS^, 421, 316. 

* MRn(*hc»t, HaaK, and M&hrlein, AnnaUn, 1918, 417, 93. 

* Thiele, Ber,^ 1901,34,71 ; Hofmann and Seiler, 1906,39,3187. 

* Koten and Adainu, J, Amer, Ohem, Hoc,j 1924, 46, 2767, 
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hydroxide in 200 c.c. of absolute alcohol, 15 c.c. of carbon disulphide 
are added. A slight evolution of heat is noticed, and a faint yellow colour 
develops. Partial evaporation at room temperature precipitates the 
compounds, which are recrj^stallised from 95 per cent, alcohol. The 
products are white, and the yields average 70 per cent. They are 
soluble in ether, chloroform, or hot alcohol, but insoluble in water. 
Exposure to sunlight causes them to blacken. Iodine in chloroform 
solution decomposes the compounds, forming the corresponding alkyl 
or aryl iodides and a yellow oil. The following substances have been 
obtained : methylmercuric ynethyl ocanthate, CH 3 O — CS — SHgCHg, 
M.pt. 59° C. ; methylmercuric ethyl mnthate, M.pt. G9° C. ; ethyl- 
mercuric ethyl mnthate, M.pt. 53° C. ; n-propylmerctiric ethyl ccanthaie^ 
M.pt. 38° to 39° C. ; n-lmtylmercuric ethyl xanthate, oil ; p-tolybnercuric 
ethyl wanihate, M.pt. 128° C. ; p-tolyhnerauric methyl xanthate, M.pt. 145° 
C. ; benzylmercuric ethyl xanthate, M.pt. 74° C. 

DERIVATIVES OF SUBSTITUTED ARYLOXY^FATTY AOIDS.^ 

From Thymoxy-acetic Acid. — One hundred parts of the acid are sus- 
pended in 2500 parts of water and mixed with a solution of ICO parts of 
mercuric acetate. After warming for one hour at 70° to 80° C. an 
insoluble sandy powder separates. It is purified by solution in strong 
alkali and precipitation by carbon dioxide. It is insoluble in the usual 
organic solvents, but readily soluble in alkali. The mercury is split off 
again when heated with dilute hydrochloric acid. The compound has 
the following constitution : — 

Me 



O3H, 

In the same way the following acids may be mercurated ; a-guiacoU 
propionic add^ a-cravoxy-propionic acid, o-chlorophenylglycollic acid, 
naphthol fatty acids or salicyloxy-acetic-acid or their derivatives.^ 

DERIVATIVES OF HYDRAZINES.^ 

A solution of 80 grams of ethyl hydra 2 dnecarboxylate in 150 
c,c. of water is added to 68 grams of freshly precipitated mercuric 
oxide suspended in 1 litre of water. A violent gas evolution soon 
takes place and heat is developed. The yellow colour of the 
mercuric oxide disappears, and the mass becomes dirty green. After 
the reaction subsides, the whole is left for several hours, then boiled 
and filtered. The residue is boiled up several times, with about 
500 c.c. of water, and from the filtrate colourless needles separate on 
cooling. These are recrystallised from much water or a little benzene 

1 German Patent, 261229 ; cf. American Patent, 1074781 ; British Patent, 4076 (1918). 

* German Patent, 264267, ^als with th§ combination of the above type of deriva- 
tive from pbenoxyacetio acid with alanine to form a water-soluble double compound. 
The compound of o-ohlorphenoxyaoetic acid is combined with sodium diethylbarlnturate. 
The mercury compounds may he replaoed by the derivatives of pyrooatechol glycollic acid, 
p-czesozy v^rianio acid or zylenol butyric add, and the alanme and sodium diethyl barbit- 
urate by urea» add amides or imidea, oaffeine or polypeptides'; c/. German Patent, 261875. 

• Diels and TJtbemann, J5er., 19!^, 53 , [B.] 723. 
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or toluene. Yield 5 grains. The compound melts at 155° C. and has 
the following constitution : — 

C2H5OX.N— N.CO2C2H5 
CaHsOX-Hg Hg.CO,C,H5 

It is (lecoraposecl by hydrochloric acid into ethyl hydrazodiearboxyl- 
ate, mercuric chloride, carbon monoxide, and alcohol ; by piperidine 
into ethyl hydrazodicarboxylate, mercury, and piperylurethane ; by 
bromine into ethyl azodicarboxylate, mercuric liroinide, and ethyl 
bromoformate. 

A similar derivative is formed from methyl hydrazine earhoxylate. 
It melts at 215" C. and has similar properties to the ethyl eompoimd. 

DERIVATIVE OF PYRIMJDINEA 

Sixty parts of freshly precipitated inereurie oxide and 50 parts of 
2: C-diliydroxy-I“imiuo-dihydropyrimidine-*‘J-iicctic acid (sodium salt) in 
200 parts of water are shaken for ten hours. The greater part of tlie 
mercuric oxide dissolves. The liltrate is concentrated in racuo and 
tlie residue treated with pure alcohol, the mercury derivative being 
])reeij)itated pure in a crystalline form. It is extremely soluble in water, 
alkalies, or carbonates, insoluble in aleohoh ctlier, chloroform, or 
benzene. The c(»mp()inKl has the constitution : 

NH CO 

: I 

CO C=H£j 

I 1 

N C=NH 

cins-COaNa 

PEniVATIVm OP MIW7L A^D UirROftALICYLALDEHYDESA 

3 : 5-Diacetoxymercuri salicylaldehyde. — ^Ten grams of the alde- 
hyde and 52 grams of mercuric acetate are dissolved in 500 c.e. of 50 per 
cent, alcohol containing 5 c.c. of acetic acid, and heated for one hour at 
100" C. Fn)m the cold, filtered solution 32 grams of crude diacetate 
are obtained, the filtrate yielding a further 10 grams if left overnight. 
The a<Idition of sodium cWoride to the filtrate gives 8 grams of dichloro 
eomijound. 

The diaeetatc is soluble in acetic acid, but insoluble in other solvents. 
It crystallises in needles, M.pt. 284° C. with decomposition. It is 
soluble in aqueous sodium hydroxide, and when boiled with alcoholic 
I«)ta.ssium iodide the mercury is split off and salicylaldehyde and potas- 
sium hydroxide formed. With hydroxylamine or phenylhydrazine, 
metallic inercurj’ is precipitated. 

The alx)ve dichloro compound is insoluble in organic solvents and 
does not melt at 270° C. 

^ German Patent, 224492. 

® For derivatives of pyramidone, see Weehuizen, Ohem. Zentr., 1906, ii. 1628 1 Oliveri- 
Mttiidaii, Gaxzetta, 1921, 51, 126. 

» Whitmore and Middleton, J, Afner. Ckem, Soc., 1923, 45, 1330: Henry and Sharp. 
Tram, Ghem. Soc., 1922, I2X, 1056. 
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3(?)-Chloromercuri salicylaldehyde.— Ten irrains of aldcliyde 
ill 2 litres of water are treated with 2G ^rrams of mercurie acetate, and 
the mixture mechanically stirred until no mercury ions can be detected in 
a test portion after filterin^f. Filtration yields 3 grams of diacctate, and 
sodium chloride precipitates 10 grams of a mixture of mono and dichloro 
compound from the filtrate. Repeated extraction with boiling alcohol 
gives 5 grams of pure monochloromercuri salicylaldehyde. M.pt 180 ' to 
190° C. When this is suspended in chloroform and treated with one 
molecular proportion of iodine, an iodosalicylaldehyde, M.pt. 32 to 58' C., 
is isolated, 3-iodosalicylaldehyde melting at 55° C. 

3-Acetoxymercuri-5-nitrosalicylaldehyde. — Twelve grams of 
the aldehyde and 23 grams of mercuric acetate in 400 c.c. of alcohol and 
5 c.c. of acetic acid are heated for one hour at 100° C. Filtration gives 
20 grams of product, which deposits pale yellow crystals from acetic acid, 
which do not melt at 200° C. Its solution in sodium hydroxide is yellow, 
and when acidified with hydrochloric acid gives the corresponding 
chloride. This is insoluble in organic solvents and does not melt at 
200° C. 

5 - Acetoxymercuri - 3 - nitrosalicylaldehyde. — Four grams of 
aldehyde and 7 grams of mercuric acetate when treated as above give 
9 grams of the compound. It is insoluble in organic solvents and does 
not melt at 200° C. 

Condensation of the foregoing Mercurated Salicylaldehydes with 
Aromatic Amines. 

2 : 5-Diacetoxymercuri salicylal aniline. — Five grams of the di- 
acetate in 10 c.c. of hot aniline give 5-5 grams of a brick-red, amorphous 
product, insoluble in organic solvents and not melting at 200° V. A 
similar product is obtained from p-toluidine. p-Aminohenzoic acid gives 
a deep red, insoluble powder, and anthranilic acid a similar compound. 

3(?)-Chloromercuri salicylal aniline yields flat, yellow plates, 
M.pt, 182° to 184° C., insoluble in organic solvents. 

3-Hydroxymercuri-5-nitrosalicylal aniline anhydride, 

0 

II 

CeH5N=CH|/\|Hg 

\/' 

II 

0=N— 0 

is obtained by condensation between 3-acetoxymcrcuri-5-nitrosalic3d 
aldehyde and aniline, 1 mol, of acetic acid being lost during the con- 
densation or on drying. It is a red, amorphous product, insoluble in 
organic solvents, but soluble in alkali. 

3“Chloromercuri-5-nitrosalicylal aniline is an orange-red 
compound. 

DERIVATIVES OF META AND P^HYDROXYBENZ ALDEHYDES AND 
THEIR NITRO COMPOUNDS.^ 

2 - Acetoxymercuri - 3 - hydroxybenzaldehyde, AcO.Hg.CeH 3 
(OH).CHO,— One molecular proportion of the aldehyde in 50 per cent, 
alcohol is mixed with one molecular proportion of mercuric acetate 

I Heniy and Sliarp, Trcm. Chem. Soc.^ 1922, 121 , 1056, 

VOL. XI. : I. 
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in 50 per cent, alcohol containing 1 per cent, of acetic acid. The 
mixture is boiled under reflux and the reaction mixture * 

when a precipitate separates. This is filtered off, washed with wa e , 
alcohol, and ether, and dried. Recrystallisation from alcohol 
5 per cent, of acetic acid gives colourless needles, M.pt. 185 to lb * 
(corr.) with decomposition. It is solulile in sodiuni hydroxide, ana is 
coloured yellow by sulphuric acid. Iodine in potassium iodide solution 
converts it into iodo-m-hydroxj"benzaldehyde, and potassium per- 
manganate in acetone solution oxidises it to an iodo-m-hyaroxy- 
ben 7 X)ie aeid. Potassium nitrate in sulphuric acid below 0 C. gives 
*2-nitro-iJ-hvdroxybenzaldehyde. 

4:5- Anhydro - 3 - acetoxymercuri - 5 - hydroxy mercun- 
4-hydroxybeiizaldehyde, 




I j. 


\/ 
Hg.OAc 


O 


When the preceding method is applied to p-hydroxybenzaldehyde, this 
anhydro derivative is produeed*. It is a colourless, crystalline powder, 
insoluble in water and most organic solvents, and has no melting point. 
It is soluble in hot acetic acid, being converted into 3 : S-diacetoxyai- 
mermri'-^-hjdroxyhenzaldehjde, minute, colourless, glistening plates 
being deposited as the solution cools. This compound darkens on 
heating, but does not melt below 800” C. The diacetoxy denyative 
gives a turbid solution in sodium hydroxide, from which carbon dioxide 
precipitates 3 : 5-dihydroxydimercun‘‘4i-kydroxybe7izaldehy^t and with 
hydrochloric acid the dichiorodbtierctiri compound is obtained. 

Iodine in potassium iodide solution converts the anhydro compound 
into 3 : 5-di-iodo-4-]iydroxybenzaldehyde. 

The following method of preparation is a general one for the con^ 
pounds now described. The nitrohydroxybenzaldehyde (1 mol.) with 
mercuric acetate (1 mol. or 2 mols.) in 50 per cent, alcohol containing 
a little acetic acid is boiled until a test portion is completely soluble 
in sodium hydroxide.^ 

5-Hydroxymercuri-3-nitro-4-hydroxybenzaldehyde occurs as 
microscopic, orange platelets, darkening about 285° C., but not melting 
at 300° C. It forms an orange solution in sodium hydroxide. Addition 
of hydrochloric acid to this solution precipitates the chloromercuri 
compound^ which crystallises from alcohol in tufts of minute, colourless 
needles, M.pt. 226° C. (corr.) with decomposition. From a solution 
of the hydroxymercuri compound in glacial acetic acid the acetoxy- 
mercuri derivative separates in colourless prisms, darkening about 
250° C., but not melting at 300° C. The hydroxymercuri compoimd, 
when shaken with an excess of 5 per cent, solution of iodine in potassium 
iodide, is converted quantitatively into iodo-3-nitro-4-hydroxybenz- 
aldehyde. 

The mercuration of 6-nitro-3-hydroxybenzaldehyde leads to the 
production of a solid (A) consisting of dimercurated compounds, and 
concentration of the filtrate from this yields mixtures of mono- and 
dimercurated compounds. 

Products from A. — ^This product proves to be insoluble in the usual 


^ Hemy and Sharp, Pram, Chem, 1924, 125, 1049. 
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solvents, but dissolves in foniiic, acetic, propionic, or n-butyric acids. 
From propionic acid, orange-yellow needles of 2 :4-dip^opionoxJ'- 
dime^cu^i-6-n^t^o-3-hyd^oxybenzaIdehyde separate. These ex- 
plode at 285° C. (corr.) and are sparingly soluble in sodium h3’droxide, 
to which they impart an orange colour. If hj'droehloric acid is added 
to this solution, the 2 : i-diclilorodimercuri compound is precipitated, 
and may be recrj’stallised from alcohol in colourless, microscopic needles. 

The monomercurated compound is obtained from the more soluble 
fractions by extraction with ether, dissolving the residue in potassium 
hydroxide solution and adding hydrochloric acid. Monochloro- 
mercuri-6-nitro-3-hydroxybenzaidehyde is thus precipitated. It 
decomposes at 198° C. (corr.). The dimercurated product is converted 
by 5 per cent, bromine in alcohol into 2 : 4-dibromo-6-nitro-3-hydroxy- 
benzaldehyde, and Avith iodine in potassium iodide solution into*2 : 4-di- 
iodo-6-nitro-3-hydroxybenzaldehyde. The monomercuri compound in 
a similar manner yields monoiodo-6-nitro-3-hydroxybenzaldehyde. 

If two molecular proportions of mercuric acetate be used, most of 
the product consists of dimercurated compounds. 

4-Nitro-3-hydroxybenzaldehyde also yields a mixture of compounds. 
The dimercurated product appears to be a hydroxymercuri-acetoxy- 
mercuri-4-nitro-3-hydroxybenzaIdehyde. It is insoluble in most 
solvents, but gives 2 : G-diformoxydimercuri-i-nitro-S-hydroxybenzalde- 
hyde from hot formic acid solution. It crystallises in pale yellow needles, 
which darken at 120° C. and explode at 257° C, When boiled with formic 
acid, metallic mercury separates. It gives a red solution in potassium 
hydroxide, from which hydrochloric acid precipitates the 2 : 6-dicIdoro- 
dimercuri derivative. This crystallises from alcohol in bundles of 
minute, pale yellow needles, which darken at 240° C. but do not melt 
at 800° C. When heated in vacuo it loses a molecule of water at 60° C., 
mid decomposes at 282° C. (corr.). Its potassium hydroxide solution 
is decomposed by carbon dioxide with precipitation of 2 ; 3-anhydro- 
2 ; 6-dihydroxymercuri-4-nitro-3-hydroxybenzaldehyde. The di- 
mercurated compound may be converted by the usual means into a 
di-iodo-4-nitro-8-hydroxybenzaldehyde. 

Monoformoxymercuri -4 -nitro -3 -hydroxybenzaldehyde may 
be obtained from the monomercurated compound. It melts at 233° to 
235° C. (corr.) with decomposition. Other compounds from this 
hydroxybenzaldehyde are : propiono!symercuri-4i-nifro-3-hydrosiybenzdlde~ 
hyde, pale orange needles ; cMoromercuri-4i-nitro-3-hydro!Bybenzaldehyde, 
decomposing about 187° C. The monomercuri compounds may be 
converted to an iodo-4-nitro-3-hydroxybenzaldehyde. 

Using the general methods described in the preceding cases, 2-nitro- 
S-hydroxybenzaldehyde yields the following derivatives: Aydroa?/- 
mercMnaceto®j/n^cun-2-nifro-8-%droa!t/5e7is;aMe%de, amorphous ; di- 
a(^aBydi^curi-2-nito-3-hydro!cybenzaldehyde, pale yellow ne^les ; 
dich^odimercuri-2-nitro-B-hydroxybenzaldehyde, pale green, decom- 
posing at 286° C. (con*.); aceto«ymer<mi-2-nUro-S-hydroxyhenzaldehy^, 
bundles of microscopic needles, not melting at 300° C. ; chloromercuri- 
B-^Uro-B-hydroxybemaldehyde, decomposing about 207° C. 

Other substituted Benzaldekydes.^ — ^2-Hydroxy-3-acetoxymercuri- 
5-tert.-botylbenzaldehyde, — The aldehyde and mercuric acetate 
in molecular proportions are dissolved in alcohol containing acetic add 

> Henrf and Shatp, Zoo. cA. 



19G 


ORGANOMETALLIC COMPOrXDS. 


and lK)ilcd for fifteen niinntes. The liot solution is then poured into 
a large volume of water, tlie resulting white precipitate filtered off 
immediately and dried in vtivuo. Reerystallisation from alcohol con- 
taining acetic acitl gives white, needle-shaped crystals, M.pt. 220'^ C. 
If the above ]»reimration be repeated without using a solvent and the 
mixture heated for two hours on the water-bath, a 73 per cent, yield 
is obtained. 

2-Hydroxy-3-acetoxymercuri-5-isoamylbenzaldehyde. This 
compound is jireparcd by the second method mentioned abo.ve. It 
crystallises in bundles of white needles, M.pt. 131' to 135' C. 

DKIUVAriVKS Oh' ACEroPllKXOXnA 

Phenacylmercuric chloride, (’f,H3.('().C'lIj.irgt'l. Two ))arts of 
mereuri<‘ acetate and three parts of acetophenone are quickly heated in 
an oil-bath to l.'SO ami the temperature maintained until mercury 
ions ('an no longer be detected. Tlu' mixture is filtered hot and treated 
with an excess of aipieous s(j<linm chloride. The precij)itutc is extracted 
with ether to remove the e.\c<‘ss of aeetojthenone and recrystalli.scd from 
high-boiling ligroin. Needles are obtained. M.pt. 1 15' to TIC C. 
Wanned with dilute bydroehhjric acid it gives iiectophenone and 
mereurie chloride; and with cold ammonium sulphide, acetophenone 
and mereurie sulpliidc. Hn)minc yields ])henaeyl bromide. 

It reacts violently with ethyl magnesium bron)ide forming {chloro- 
mercuri nu'iUnl ) -dhijl-phemtl-enrhi not, 

Kt 

I 

Cfillj— C-OH 
ni,.iigci 

This is a crystalline powder. M.pt. 129^ to 131° C. with decom- 
position, ammonium sulphide deeonijwsing it with the formation of 
mercuric sulphide. 

Aeet()])henone yields a precipitate when added to an aqueous solution 
containing mercime cyanide and sodium hydroxide. It is a pale yellow, 
insoluble j)(>wdcr, which retains alxjut 3 }>cr cent, of water when dried 
in air. Like the acetone compound, it is decomposed by ijotassinm 
cyanide or hydrochloric acid. Its constitution may be expressed as 
8(C,H5.CO.Cil=IIg), HgCjNs or 

CNMIg.CH.Hg.CH.Hg.CH.Hg.CN 

CO CO do 

djis CgHs icHs 

Dipheiiylmetliyi ketone also gives a compound with mercuric cyanide 
in alkaline solution. 

Pmhictu from Benzalaceiophenone.^ — a-Acetoxymercuri-j8-meth- 
oxy-j8-pheiiylpropiophenone. — A solution of 25 grams of benzalaceto- 

^ Dimroth, Ber., 1IK)2, 35, 2853 ; Jklarsh and Fleming Struthers, Tram, Chem, Soc.^ 
1905, 87, 1881 ; <irignard and Abtdmann, Bull, Soc. ehitjfK, 1916, [ivj, 19, 18. 

» Middleton, J. Amr, Ohem, Soe,f 19^, 54, 2763. 
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phenone and 38 grams of mercuric acetate in 250 c,c. of absolute methyl 
alcohol is allowed to stand until a sample is soluble in sodium liydroxid'e. 
The solution yields 53 grams of product on evaporatiom and when 
rccrystallised from methyl alcohol it melts at llo'' C. When treated 
with potassium bromide (1 mol.) in alcoholic solution it yields the a- 
hromomercuri derivative, M.pt. 141^ C., but with one molecular equi- 
valent of bromine the mercury is split off, and a-bromo-j8-methoxy-jS- 
phenylpropiophenone is formed. The latter compound when treated 
with sodium methylate and afterwards with mercuric acetate yields the 
diacetoxymercuri derivative of dibenzoyl methane. The above a- 
bromomercuri compound reacts with ethyl magnesium bromide, giving 
)3-phenyl valerophenone and mercury diethyl. The a-acetoxymercuri 
derivative is slowly decomposed by cold hydrochloric acid, and rapidly 
by hot acid, mercuric chloride and benzalacetophenone being formed. 
Hydrogen sulphide gives an immediate precipitate of mercuric sulphide 
when passed through an alcoholic solution of the compound, and an 
aqueous solution of potassium iodide on boiling decomposes the com- 
pound with the formation of benzalacetophenone. 

In a similar manner the following compounds may be prepared, and 
have properties like those of the above compounds : — 

a-Acetoxymercuri-P-ethoxy’p-pfwnyl propiophenone is formed as 
above, but using ethyl instead of methyl alcohol in the preparation. It 
melts at 134® C. 

The a-hromomercuri compound melts at 188® C., and a-acefojcy- 
mercuri-p-methoxy’^-phenyUp-chloropropiophenone has M.pt. 121® C. 
Dibenzalacetone yields an acetoxymercurimethoxy derivative, M.pt. 183® 
C. ; and an ethoxy compound, M.pt. 188® to 190® C. 


DERIVATIVES OF BENZOPHEXOXEA 


o-Chloromercuri benzophenone. — ^Dry mercuric acetate is heated 
with an excess of benzophenone (3 mols.) in an oil- bath at 120® C. 
and finally at 130® C. until the reaction is complete. The mixture is 
poured into a hot salt solution and shaken with ether. The latter is 
distilled off and the benzophenone removed by ligroin, a mixture of 
mono and dimercurated compounds remaining. Recrystallisation 
from alcohol produces glittering plates of the mono derivative, M.pt. 
167® to 168® C. Yield 40 per cent. It is readily soluble in acetone, 
chloroform, or ethyl acetate, sparingly in ligroin. It is decomposed by 
boiling hydrocliloric acid into benzophenone and mercuric chloride, and 
its warm solutions are slowly decomposed by hydrogen sulphide. With 
magnesium ethyl bromide it fonns pheyiyl o-chloromercuriphenyl ethyl 
carbinol^ which may be crystallised from ether-ligroin, M.pt. 106® C. 
with decomposition. It reacts vigorously with Grignard reagents, 
but gives no reaction in the cold with hydrogen or ammonium sulphides, 
owing to the attachment of the mercury to the nucleus, as shown : 


Et 

CeH5-LceH4.H^l 

OH 


1 Dimroth, jBer., 1902, 35, 2853 ; Grignard and Abelmann, BuU, Soc. cAm., 1916, [iv.], 
19, 18, 
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The dichlimmereuri compound crystallises from hot alcohol as a 
yellow powder. 

o-Bromomercuri benzophenone is prcpare<l in a similar manner 
to tl)e chloride. It melts at about 1 76 ' C., is diificul tly soluble in alcohol 
or ether, and bromine transforms it to bromobenzophenone. The latter 
jrives o-bromobeuzophenone oxime (M.pt. 132^ to C.), and this with 
alkali gives phenyl indoxazene, thus lixing the constitution of the bromo 
compound. 


DEJRIVATIVMS OF UDAEDIOyE AND OXINDONE, 


2-Chloromercuri-2-carbethoxy-indandione,^ 


Cell 


.CO\ 

/ >C(C02Et)HgCl 


The sodium comjwjund reacts with a([ueous mercuric chloride to give 
the above derivative. It crystallises in colourless prisms, M.pt. 240° to 
215' C., and is insoluble in the usual solvents, but dissolves in pyridine. 

2 - Chloromercuri - 2 - acetyl -indandione , 


/COv 

c,ii,<^^^yc(Xc)Ueci 


Th(‘ condensation of ethyl phthalate and acetone in the presence of 
sodium yields 2-acetyl-indandione, and this reacts with mercuric chloride 
forming a colourless, micro-crystalline powder. 

2 -Chloromercuri indandione is obtained by treating sodio-1 : 3- 
diketohydrindene with excess of mercuric chloride in aqueous or alcoholic 
solution.® The pale yellow salt is easily soluble in pyridine, but with 
difficulty in sodium hydroxide. When sliaken for two days with sodium 
carbonate the colour changes from yellow to white, and the correspond- 
ing hydroxide is obtained as a white solid. 


DERIVATIVEB OF CAMFEOB.^ 

aa-Di-iodomercuri camphor.— 1. Camphor (9 grams) is dis- 
solved in a solution containing 1-5 grams of jx)tassium in 50 c.c. of 
absolute alcohol. The addition of 13*5 grams of mercuric iodide gives 
no precipitate and the solution is poured into water, a white product 
being dej-xisited. The liquid is saturated with carbon dioxide to prevent 
reduction, and the precipitate collected and dried. It is digested with 
aqueous potassium iodide to remove excess of mercuric iodide, washed 
and dried. Yield 6-5 grams. Eeaction is in accordance with the 
equation : 

9t'ioHx,0+4HgI*+2KOC,H5=C„H„OHg,Ij+2KHgl3,4CiaHi80 

+2C2H«0 

2. A solution of 0-75 gram of camphor in a little petroleum is added 
to a mixture of 60 c.c. of Normal potassium hydroxide and 6-7 grams of 

^ Hantzsch and Gajewski, Annalen, 1912, 302, 302, 

* Peters, Ben, 1907, 40 , 235 . 

3 Maiah and fleming Struthers, Traw. Chem. Soc.^ 1909, oS, 1777; Marsh, ilM., 
mo, 97, 1410. 
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mercuric iodide, and the mixture shaken until the red colour disappears. 
The petroleum is removed in vacuo and the precipitate washed and dried. 
The above quantities are taken in accordance with the equation : 

CioHiaO +3Hgl2 +2KOH =CioHi40Hg2l2+K2Hgl4+2HaO 

It is found, however, that the product contains a small variable 
amount of the compound C,oH„O.Hg, 0 . 

3 - By the action of cold glacial acetic acid on the substance (CioHi40)3 
Hg4l2, a 53 per cent, yield of di-iodide is obtained. 

(C,oH,40)3Hg4l2+2C2H402=CioHi40Hg2l2+2CioHi50.Hg.C2H302 

The di-iodide is a colourless, amorphous powder, insoluble in water 
and neutral solvents. It sublimes without melting and apparently 
without decomposition. It is unaffected by aqueous potassium iodide, 
and is insoluble in alcohol or acetone, but w^hen mixed with potassium 
iodide it is soluble in both these solvents. 

Compound (CioHi40)3Hg4l2. — ^This body is prepared by dissolving 
camphor in a little petroleum and heating on a water-bath for twenty- 
four hours with an alkaline solution of potassium mercuric iodide. The 
precipitate is dried at 100 ° C, A 51 per cent, yield is obtained using 
2 grams of potassium iodide, 21 grams of camphor, and 63 grams of 
mercuric iodide, the latter being added in thirteen stages. 

It is a pale yellow, amorphous powder, scarcely affected by ordinary 
solvents. Aqueous potassium iodide only slowly decomposes it, but 
in acetone solution the decomposition is rapid. Halogen acids yield 
mercuric salt and camphor. Concentrated nitric acid oxidises it to 
camphoric acid, and concentrated sulphuric acid decomposes it, with 
separation of mercuric iodide. Cold glacial acetic acid gives di-iodo- 
mercuri camphor, but hot glacial acetic acid yields a-acetoxymercuri 
camphor only, no di-iodide being formed. 

CioHi403Hg4l2+3C2H402==HgI+3CioHi50.Hg.C2H302 

With a cold solution of iodine in benzene (CioHi40)3Hg4l2 yields 
di-iodocamphor. Prolonged heating with potassium hydroxide eventu- 
ally gives a compound represented by (CioHi40)2Hg30. Condensation 
of camphor with mercuric iodide in the presence of alkali probably first 
forms the di-iodo compound, which on further heating condenses to 
(CioHi40)3Hg4l2. If in the preparation of the latter the amount of 
potassium iodide is diminished, a compound agreeing with the formula 
(CioHi40)5Hgel2 is formed. It is likely that the potassium hydroxide 
and iodine acting on (CioHi40)3Hg4l2, first form more highly condens^ 
compounds, (CioHi40)4Hg5la and (CioHi40)5Hg3l2, and the latter is 
decomposed by potassium hydroxide as follows : — 

4 (CioHi 40 ) 3 Hg 4 l 3 - 3 {CioHi 40 ) 4 HgJ 2 +Hgl 2 

5 (CioH, 40 ) 4 Hg 6 l 2 = 4 (CioHi 40 ) 6 HgeI,+Hgl 2 

(CxoHi40)sHgeIa+2KOH-2(CioHi40)2Hg30 +2KI 

In the series (CxoHi 40 ) 2 Hg 3 la is missing, but is probably represented 
by (CioHx 40 ) 2 Hg 30 . 

a-Chloromercuri camphor, CxgHigO.HgCL— The compoimd 
(CioHi40)3Hg4l2 is dissolved in cold glacial acetic acid and the solution 
treated with sodium chloride. It crystallises well from glacial acetic 
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arid, the mstals nieltiii^f at 222^ C., hut is insuluble in water. The 
bromide separates from ^riacial acetic acid in colourless, transjiarent 
crystals. M.pt. 2211 • to 22r C.. insoluble in water. Usinf,^ potassium 
ioclid<% tlie a-iodomeretiri compound is obtaijied as a double salt with 
mercuric icxlide. The mercuric iodide may be 

remoNcd by the action of potassium iodide in neutral solution, the 
a-iodifh‘ bcinjf left as a nearly colourless jirceipitatc. It crystallises 
from ethyl acetate in minute, colourless crystals, M.pt. 184“ C., decom- 
posed by <j[lacial acetic acid, 

a-Mercuri camphor oxide, (CioIIisOII^flsO, is obtained from 
the acetate l»y treatment with pure potassium hydroxide. It is readily 
soluble in alccihol or carbon disulphide, evaporation of the latter solution 
leaviiiH; a clear, transparent ^dassy solid. 

In all the above ecunpouiKls the mercury appears to be in the mercuric 
state, no mer(*urous salts haviii^f been obtained by decomposition with 
haloifen acids. The structural relationships of the mercury and iodine 
derivatives to camphor <[uinone is shown by the formula; ; 
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Producis from Camphonwiiorylic aeid.'^ — To a methyl alcohol 
solution of 08 parts <»f the acid, a solution of ICO parts of mercuric 
acedate is added, a jireeipitate soon separating'. After twelve hours 
the mixture is filtered, the residue washed with alcohol and water, 
anti dried. The jiroduct is a snow-white powder. The carboxylic 
methyl esUr has been treated in a similar manner. The reaction is 
represented as follows : — 


CH 


CH 




r\ 




+CH3.C0.OH 


Me 


From Vumphene.^ -X saturated aqueous solution of 2 mols. of 
merenrie acetate is shaken witli a solution of 1 mol. of camphene in 
petroleum ether for thirty days. White, ^rlistening, colourless plates 
arc obtainetl, M.pt. 188^ to 189"^ C., having the composition CioHieO. 
{ng,OAc)o. Hydrogen sulphide regenerates camphene. The corre- 
sponding chloride is a white, amorphous powder, insoluble in all neutral 
solvents. It sinters at 150^ C. and does not melt at 250*^ C. Reduction 
by sodium amalgam in aqueous solution, or zinc and potassium hydroxide, 
yields camphene, 

FPincfic "when treated with mercuric acetate yields dioxypiiiene.® 

* German Patent, 275932. 

* halhianoand Paoliiii, HrK, 100.3,36,3575. 

» Balbiaiioand Paoiini, Ber„ 1902, 35 , 2994 ; Aith B. Accad. lincei, 1902, [v.J, ii, it 66. 
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DEBIT AT IVES OF TEBPINEOL A^D DIMETHYLHEPTEXOLA 


Yellow mercuric oxide is dissolved in 20 per cent* nitric acid, and 
])otassium hydroxide added until the basic nitrate begins to appear. 
An ethereal solution of terpineol is then added and the mixture shaken 
until a clear solution is obtained. More potassium hydroxide is added 
and the precipitate again dissolved by more terpineol, these processes 
being repeated until the addition of the alkali gives a black precipitate. 
The solution is then made strongly alkaline, and potassium iodide 
added, when iodomercuri cineol is at once precipitated. This is filtered 
off, and from the filtrate in a few days a crop of a -iodomercuri trans- 
terpineol crystallises out. If these crystals are filtered off and carbon 
dioxide passed through the filtrate, jS -iodomercuri -trans -terpineol 
is i^recipitated. 

a -Iodomercuri cineol, 


/CH, 

CMe^O 


\cH(HgI)- 


-CH,\ 

-CMesi-^CH 

■CH^/ 


crystallises from alcohol in small, glistening prisms, which dissolve very 
readily in cold benzene or chloroform. It becomes yellow at 115° C. 
and melts with decomposition at 152° to 15-1° C. It docs not yield a 
benzoate, and reduction with sodium amalgam does not give a terpineol, 
but a mobile oil. This gives precipitates with hydrogen chloride, 
bromide, or ferrocyanide, and is therefore probably cineol. The corre- 
sponding chloride crystallises from alcohol in felted needles, M.pt. 102° (I., 
and unlike the iodide is readily soluble in alkali. 
a-Iodomercuri-trans-terpineol, 

CH^ CH,v 

OH< >CH.CMe2.0H 

\CH{HgI) CH/ 


This separates from benzene in glistening, colourless prisms, which 
are sensitive to light, become red at 120° C., and melt at 144° C. with 
decomposition. It is readily soluble in hot benzene, ether, alcohol, or 
concentrated potassium hydroxide solution, but less so in ethyl acetate. 
It may be obtained from the j8-form by boiling the latter with organic 
solvents. The a-form combines with alcohol to form an alcoholate, 
CioHieOJHg.C^HoO, which crystallises from alcohol in glistening 
needles, turning red and melting at 128*5° C. It is reduced to trans- 
terpineol by sodium amalgam, or by electrolysis. 

jS-Iodomercuri-trans-terpineol, M.pt. 88° C., separates from 
organic solvents as an oil. It is very soluble in ether, ethyl acetate, 
alcohol, cold acetic acid, potassium hydroxide or iodide solution, with 
difficulty in cold benzene. It is reduced to trans-ter|)ineol by sodium 
amalgam, and converted to the a-form by boiling with organic solvents. 
Since the a-form is readily converted into terpineol by mineral acids, 
it is probably the cis compound, whilst the jS-form, which is only slowly 
decomposed, is the trans form. 

a- and jS - Mercuridimethylheptanediol iodides. — ^Dimethyl- 
1 Sand and Singer, Ber,, 1902, 3S 3170 ; Atinotkn, 1903, 329 , 100. 
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heptenol, CMe^^CH.CHg.CHg.CMe^-OH, readily dissolves iu aqueous 
mercuric acetate solution, and addition of alkaline potassium iodide 
solution precipitates hvo pahs of isomeric iodides. One pair of iodides 
arc soluble in alkali hydroxides, and have the constitution : HO.CMcg. 
CII{II«I).CIL>.CIIn.CMe2.0H. The a/um is a solid, M.pt. 124° to 
125 C., and differs from the ^form in its solubility and stability towards 
acids. 

The second pair of iodides have the cyclic structure, 


'0!Mc o 


-Ov 


HirLcn-~< >a 

XTf,— CH/ 


CMco 


and arc prepared as aliove, but with the addition of 10 per cent, potas- 
sium hydroxide before adding the potassium iodide. The a-frmn is 
a solid, M.pt. 108 ’ to 110' C., whilst the ^-form separates as an oil, 
and may be separated from the a-form by treating the mixture with 
cold alcohol. The oil is insoluble in concentrated potassium hydroxide 
solution, soluble in alcohol or ether, and slowly changes to the a-form 
in the presence of alkali. 

When the alkaline liltrate from these cyclic iodides is treated 
with carbon dioxide, the unstable ^-mercuridimethylheptanediol iodide is 
precipitated as an oil. The latter when boiled or kept in the presence 
of alkali for some weeks changes to the stable a-modification, M.pt. 
124° to 125° C. 

Allylacetoxime.* — When allowed to react with mercuric acetate 
this compound yields an hydro-iso-oxazolc derivative, 


yCH2-CH2^ 
\0 


HgI.CH2.CH-< ■ *^3Ic 


M.pt. 122° C., which may be crystallised from alcohol. 

Methylheptenone oxime. — ^The products derived from this body 
tlepend on the conditions under which the reaction takes place. If 
the oxime be treated with mercuric acetate in presence of potassium 
bicarbonate and potassium iodide be added, a solid is obtained. This 
product when dissolved in methyl alcohol gives a precipitate \vith 
ether, which decomposes at 150° C. and probably has the constitution, 
(C 8 HuONIHg) 2 HgIj. The alcohol-ether mother-liquors contain a 
more soluble isomeride, M.pt. 114° C. The above preparation when 
carried out in acid solution gives a mixture of compounds which are 
separated by treatment with cold alcohol. The a-form is a w’hite, 
crystalline substance, M.pt. 94° C., yielding a picrate, sintering at 
65° C., and melting at 78° to 80° C. The j8-/orj» is an insoluble, 
yellow, crystalline body, M.pt. 128° C., and probably has the constitution. 


/CMe*— 0 NI.HgI 

HgI.CH< li 

\CHj— CHj— C.Me 


If potassiimi bromide be used for precipitation instead of the iodide, 
a bromide, CgHMONBraHgj, M.pt. 128° C., is obtained ; both the iodides 

^ Sand and Singer^ Anmlen, 1903, 329 , 166. 
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and bromide have half their mercury precipitated as iiitfal, when treated 
with hydrazine in the presence of alkali. 

Ethylhexenol, CH 2 ==CH.[CH 2 ] 2 -C.MeEtOH.^ — This compound is 
dissolved in mercuric acetate solution and potassium iodide solution 
added, when an oil is precipitated; carbon dioxide is then passed in. 
Extraction with ether and evaporation of the solvent yields a crystalline 
compound, M.pt. 44® C., to which the following structure has been 
assigned : — 

CHg CMeE 

CH2.CH(CH2.HgI 

This appears to be a tetrahydrofurfurane derivative, since it gives 
an oily iodide with iodine, an aldehyde when oxidised by chromic acid, 
and is found to be saturated when treated with potassium permanganate. 
The iodide is reconverted to ethylhexenol w-hen acted upon by hydro- 
chloric acid. 



DERIVATIVES OF AZO COMPOUNDS. 


Mercuration of these compounds leads to dimercurated products if 
the ortho and para positions with respect to the amino or hydroxyl 
groups are available. No meta compounds are obtained. 

Hy droxymer curi - acetoxy mercuri - benzeneazo - phenol anhy- 
dride,^ 


CeH5N2.CeH2 



Mercuric acetate (32 grams) in 150 c.c. of water and 20 c.c. of acetic acid 
is added to 10 grams of benzeneazo-phenol in 300 c.c. of alcohol. The 
red mixture is heated on the water-bath for six hours. An orange 
precipitate is formed, filtered, washed with dilute hot acetic acid, water, 
and alcohol, and dried at 110° C. Acetic acid is lost during this process, 
and to obtain a uniform product the substance must be dried at 120° C. 
It is purified by dissolving in 150 c.c. of glacial acetic acid and adding the 
solution to 400 c.c. of alcohol. The resulting product is washed with acetic 
acid — alcohol mixture and ether and dried at 120° C. It is the loss of acetic 
acid which accounts for the formation of an anhydride. A yellow-brown 
powder is finally isolated, which does not melt at 300° C. It is readily 
soluble in glacial acetic acid, insoluble in hot water, and sparingly soluble 
in alcohol, chloroform, ethyl acetate, benzene or nitrobenzene. When 
dissolved in 5 per cent, potassium hydroxide, and the hot filtered solu- 
tion treated with saturated sodium chloride solution, the dichloromercuri 
compound is precipitated. The orange-red precipitate is washed with 
water and digested with hydrochloric acid, the colour changing to brick 
red. It is filtered, washed with hot water and alcohol, and dried at 
110° C. It forms a dull red, amorphous powder, which does not melt 
at 300° C. and is insoluble in the usual solvents. The corresponding 
dibromide is a brownish-red powder, having similar properties to the 
dichloride. 


^ Sand and Singer, he. cit. 

* Smith and Mitchell, Trans, C'/tei/t. Soc., 1908, 93, 847. 
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Diacetoxymercuri-2 : 4 : b-tribromobenzeneazo-phenol, C6II2 
Urg-Xa-C cH2{^^^OAe|o.OiI.— Six of mercuric acetate (2 mols. ) 

are dissolved in 20 e.e. of water containin^^ 1 e.c. of acetic acid 
and a solution of t ^irams (1 mol.) of the hydroxyazo compound in 
200 c.c. of alcr)hol added. After six hours' heatin^f on the water-bath 
the ]>reeipitate is filtered, wasfied with dilute acid, then water, and dried. 
It is purified by rccrystallisation from glacial acetic acid. It is a pale 
red, niicro-crystallinc powder, not ineltin^^ below 300" C., and sparin^dy 
sohihh* in the usual solvents, with the exception of acetic acid. It loses 

acetic acid at 120' C. . ir x- n tt 

Acetoxymercuri - benzeneazo - o - nitrophenol,C|5ll5.X2.C6ll2 
(X02)(lI)^.OAc).Oil, yields a pale yellow, crystalline powder, not nielt- 
in^r below 30()- C. and insoluble in ‘all solvents except acetic acid. The 
bromide is a pale yellow powder. - . 1 atj 

Acetoxymercuri - benzeneazo - p - cresol,^ C6H5.X2.C7H5(OH). 
H<r.OAc.- Mcreurie acetate* in very dilute acetic acid is boiled under 
rellux with alcoholic benzeiieazo-p-eresol for seven hours. It is purified 
by fractional ])recipitatiou from its acetic acid solution by water, and 
recry sta Hi sat ion from ^daeial acetic acid. It crystallises in red-brown 
needles, M.pt. 200' to 270' C. with decomposition, and has similar 
solubilities to the above compounds. Its chloride melts with decom- 
position at 210 to 218- C. Dimroth prepared these compounds from 
acetoxyinercuri-p-cresol and benzene diazonium chloride.^ 

8( ? ) - Acetoxymercuri - 2 - nitro - 4 - benzeneazo - a - naphthol*® 
— A mixture of 1 ^^ram of the azo-a-naphthol in 250 c.c. of boiliiijjf water 
containin^f 5 c.c. of glacial acetic acid and 2-5 grams of mercuric acetate 
in 5 c.c. of warm water is heated for six liours on the water-bath. The 
mixture is filtered hot, washed with alcohol, boiling water, and hot 
dilute acetic acid. It is a lustrous, reddislx-brown, crystalline mass, 
blackening at 220' C., but not fusing at 270° C., practically insoluble in 
all solvents, 

8{?) - Acetoxymercuri - jS - benzeneazo - a - naphthol, Cells* 
N2.CioU5(OII}.Hg.OAc, is a brick-red powder, darkening at 180° C. 
and melting with decomposition at 208° C. 

8 (? ) - Acetoxymercuri - 4 - nitro - 2 - benzeneazo - a - naph- 
thol is a red substance having the appearance of amorphous phos- 
phorus. melts with decomposition at 221° to 222° C., and is practically 
insoluble in all solvents. 

Acetoxymercuri - bis - benzeneazo - a - naphthol, (C6H5.N2)2- 
CiQil4(OII).Hg,OAc, forms lustrous black needles with a bronze lustre. 
The following derivatives of azo dyes have been isolated : — ^ 
Dihydroxymercuri-dihydroxyazobenzene sulphonic acid. — By 
the action of mercuric acetate on the mono-potassium salt of chrysoinc in 
liot w ater or alcoholic solution containing a little acetic acid. 

Dihydroxymercuri - jS - naphthol-azobenzene sulphonic acid, 
by a similar mcthml to the above, using Orange IL” 

Mercuri-bis { hydroxy mercuri - j8 - naphthol-azobenzene sul- 
phonic acid), by heating Orange II” in methyl alcohol containing 

^ Smith and Mikdiell, Tram- Chem. Soc,^ 1908, 93 , 847 ; Dimn^th, 1902, 35 , 2853. 
- Uiinroth's ak<) ilescrilK'H furtlu*? reactions of k'nzene diazonium chloride 

with inercuratccl phenols and p-cresok 

® Mitchell and Smith, Trans, Chem. Soc,t 1009, 95 , 1430. 

* J'roskouriakt>ff and Kaiziss, J. Amr, Ckem. JSoc., 1925, 47 , 1974. 
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acetic* acid with 2 equivalents of mercuric acetate. It is a red. amorphous 
])owder. 

Dihydroxymercuri-hydroxyazobenzene sulphonic acid, brown- 
ish -red powder. 

Mercuri-bis (nitrobenzene-azosalicylic acid) is a lij^dit ])rown 
powder. 


Compounds formed by diazotisin^ p-acetoxymereurianiline, and 
coupling it with various compounds : — ^ 

4-Acetoxymercuri-4'-dimethylaminoazobenzene yields brick- 
red crystals having a violet rellex, M.])t. 215^ C. With sulphuric acid it 
forms reddish-brown solutions having a green fluoreseenec, and with 
nitric and hydrochloric acids sparingly soluble salts are formed. 

4-Acetdxymercuri-4'-diethylaininoazobenzene consists of glit- 
tering orange-brown plates, becoming red at 120' C. and melting at 
151*5^ to 156® C. (corr.). 

p-Acetoxymercuribenzeneazo-phenol, orange crystals, M.pt. 218" 
to 219® C. (corr.), 

p-Acetoxymercuribenzeneazo-resorcinol. — Dark brown powder, 
sintering at 160® C. and melting with decomposition at lOO"- to 195" C. 

4 - p - Acetoxymercuribenzeneazo - 1 - naphthylamine - 5 - sul- 
phonic acid, brownish-black, micro-crystalline powder, decomposing 
at 280® C. 

5 - Acetoxymercuritoluene - 2 - azophenol is obtained from 5- 
acetoxymercuri-o-toluidine, M.pt 204*5® to 205® C. (corr.). 


DERIVATIVES OF HYDROXYAZOBEKZEXES.^ 

Sodium - 3 - chloromercuri - 4 - hydroxy - azobenzene - 4' - 
sulphonate is formed by diazotising sulplianilic acid and adding the 
diazotised solution to a cold solution of o-chloromereuriphenol in sodium 
hydroxide. The coupling requires about four hours for completion. 
The mixture is then acidified with acetic acid, when the sodium salt of 
the azo compound separates as a heavy, orange-yellow precipitate. The 
product is recrystallised from hot water, air-dried, and then dried in a 
vacuum dryer at 50° C. Since the C— -Hg linkage is easily split it is 
impossible to obtain the free acid. The reaction is represented as 
follows : — 

H0-<^ ^ + C!1N,<^ ^-SO,H + 2NaOH 

£ci 

= HO<^ )>-N = N-<;^ ^S0,Na + NaQ + H.O 

£ci 

In a similar manner o-chloromercuriphenol has been coupled with 
the following diazotised aromatic acids : — 


^ Jacobs and Heidelberger, J. Bid, CMm,, 1015, 20 , 513. 

® Whitmore, Hanson, and Leuck, J, Aimr, Oheim, Boc,, 1926, 48 , 1013, 
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Amino Aeid. 

j Pn»<hn't. i Colour, 

Metaiiilie . . . \ 

Xaphtliioni<* . . . J 

Anthranilic* . . . 1 

m-Ainiuobenzoie . . ) 

p-Aminobenzoic . . J 

C I- n i /Yellow. 

b.Khum salt . -i Orange. 

riled. 

^ Free acid . ; Red. 

: ^Red-yellow, 


Sodium anhydro - 2 - hydroxy - 3 - hydroxymercuri - 5 • 
methyl - azobenzene - 4' - sulphonate.—In this ease 2 : C-diacetoxy- 
inercuri-p-msol, in sodium hydroxide solution, is added to the diazo- 
tised sulphaniJie acid. The mixture is stirred for ten hours and cooled 
in ice durin^^ tliis period. Acidification with acetic acid precipitates 
the slifxhtly soluble, yelknv sodium salt. It is purified by crystallisa- 
tion from water. Strong acids remove the mercury completely, so that 
the free aeid cannot be obtained, and attempts to prepare the chloride 
have been inisue<»(*ssful. The reaction is represented as follows : — 


/ ~ + 4 NaOH 

l“l/ 

Hg OH 

OAf* 

CHa 

» - N--<( VsOaNa 

I + NaCl -f HgO 4- 2NaOAc + SHgO 

Hg-O 

Anhydro - 2 - hydroxy - 3 - hydroxymercuri - 5 - methyl - 
azobenzene - 2' - carboxylic acid is prepared using anthranilic 
instead of siilphanilie acid. The free acid is deep red, but no method is 
available for its purification, owing to its insolubility in all except basic 
solvents. Tlie purest product is obtained when exact quantities of 
<*arefully purified anthranilic acid and mercurated cresol are used. 

In a similar manner, anhydro-2-hydroxy-3-hydroxymercuri-5- 
methyl**azobenzene -4' -carboxylic acid is prepared, and its pro- 
perties are very like those of its isomer. 

DESIVATIVE8 OF METHYLENE BLUE.^ 

The work done on this compound, which presents numerous diffi- 
culties, is admitted by Chalkley to be very incomplete. To obtain 
complete mercuration, a large excess of mercuric acetate has to be 
used. With three molecular equivalents of the latter, benzoyl-leuco- 
methylene blue yields an acetoxymercuri compound in the form of a 
white i>owder, which gives a yellow sulphide with hydrogen sulphide. 
Methylene blue acetate heated with 15 mols, of mercuric acetate in 
aqueous solution in the presence of acetic acid gives tw'o organic mercury 

^ Chalkley, J. Amer, Ohem. Soc,, 1925, 47 , 2055 ; see Kharasch and Piccard, ibid,^ 
Chem, Sot., 1920, 42 , im. 
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compounds, I., II., the former readily going into colloidal suspension, 
and consequently is difficult to handle.^ 



DBEIVATIVBS OF PHTHALBINS.^ 

Hydroxymercuri phenolphthalein.— To a solution of 3 grams 
of phenolphthalein in 25 c.c. Normal sodium hydroxide, about 125 c.c, of 
water are added and the solution boiled with 3 grams of yellow mercuric 
oxide for three hours. The mixture is then allowed to settle, the liquor 
poured off and centrifuged to remove traces of sediment. Carbon 
dioxide is passed in, and the mercurated product separates as a purplish, 
milky precipitate, which is separated by centrifuging. It is washed 
with alcohol and dried at 110° C. It is insoluble in all the usual solvents, 
except glacial acetic acid, in w'hich it gives turbid solutions. It cannot 
be crystallised, and gives the same colour with alkali as phenolphthalein. 

Triacetoxymercuri phenolphthalein. — ^Three grams of phenol- 
phthalein in 50 c.c. of alcohol are mixed with a filtered solution from 
25 grams of mercuric acetate in 50 c.c. of water and 50 c.c. of glacial 
acetic acid. After standing overnight, any mercurous acetate is 
removed, and the liquid heated on the water-bath for three hours. 
After twenty-four hours the residue is removed and w’-ashed with 
alcohol, then with water containing a little acetic acid, and finally 
with water. The crystals are dried in the air for several days, then 
heated for one hour at 100° C. It forms bladed crystals, insoluble in 
the usual solvents, dissolving in sodium hydroxide with the production 
of a deep-blue colour. 

Trihydroxymercuri phenolsulphone-phthalein is prepared 
in a similar manner to hydroxymercuri phenolphthalein. It is a 
purplish powder having a bronze lustre. When mercuric acetate reacts 
with phenolsulphone phthalein in acetic acid solution, a mixture of 
hydroxymercuri and acetoxymercuri derivatives is produced. 

Diacetoxymercuri-o-cresolphthalein is prepared in the usual 
manner, more mercurous acetate being formed than with the previous 
derivatives. It is a yellow, granular substance, which cannot be re- 
crystallised, 

Hydroxymercuri and dihydroxymercuri fluorescein. — ^Fluores- 
cein, 3*5 grams, in 200 c.c. of one-tenth Normal sodium hydroxide is 
treated with 5 grams of mercuric oxide, and the mixture boiled for four 
hours, water being added to replace that lost by evaporation. It is 
then clarified by centrifuging, and evaporated to dryness, an iridescent, 
green, scaly product being obtained. This is the monomercurated 
product. The dihydroxymercuri compound is formed when 10 grams 

^ Compounds of the eicridine series are dealt with in American Patent, 1259517, and 
those of the safranine series in German Patent, 2S6097. 

* White, J, Amer. Ohem. Soc,, 1920, 42 , 2S56 ; German Patent, 308335. 
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of niurcuric oxide are used iiv tiie above preparation. Treatment with 
liydrochlorie aeid yields ehlurmuTcuri derivatives. 

The inereuratioji of iluorescein by luereuric acetate in acetic acid 
solution leads to the production ot a mixture ol ti’ti‘(ihydrii.vyiiiercuri 
aiul Mra-aei’toj ymereuri Jlwirescein, the latter predominating. No 
attcmi)t se(*ms to have been made to separate these products. 

Hydroxymercuri -dibromofluorescein . — Dibromofluorescein (49 
grams) and K grams of sodium hydroxide are dissolved in 50 c.e. of 
water and the solution made up to 200 c.e. This is stirred and treated 
with 12-5 e.e. of glacial acetic acid until an even pasty {jrecipitate 
is formed. .V solution prcpare-d from 22-5 grams of mercuric oxide 
in 25 e.e. of glacial acetic acid and 50 c.e. of water is diluted to 100 
C.C., and added tj) the former solution, the whole being diluted to 
500 c.e. Tin! mixture is boiled 4-5 to G hours, a quantitative yield 
being obtained. The precipitate is collected and washed by centri- 
fuging, a red powder being isolatetl, whicli is insoluble in the usual 
solvents, but gix'cs a deep cherry-red solution in sodium hydroxide.' 

Hydroxymercuri-salicylsulphone-phthalein.®— Salicylsulphonc- 
phthalein (salicyl ri'd ) is dissolved in sullicicnt Normal .sodium hydroxide 
to form the di-s(«lium salt, then treated with a solution oJ‘ mercuric 
acetate <‘<jntaining a few dr(»ps of acetic acid, and the mixture boiled 
until a lest gives no reaction with ammonium suljdiide. It is then 
filtered and {wured into dilute hydrochloric acid. The mercurated 
j)rodtK-t sei)arates as a brown powder. 


VYOLOilERCTRIPULYMETnYLESES.^ 


Cyclomercuri pentamethylene, 

ATI,,.(TIav /' 

IIg<; V'lla or Ilg’"^ 




«g 


\ mixture <»f 30 grams of 1 : 5-dibromopcntane, lOO grams of benzene, 
a grams of (thyl sicetatc. and 900 grams of 1 per cent, sodium amalgam 
is shaken for twenty-four hours in- a pressure flask at 75° C. The solvent 
layer is washed, evaporated, and the residue extracted with absolute 
ak*ohol, from which 23 grams of waxy product are obtained. This 
is cxtra<-ted with light petroleum and ether, 6-5 grams of solid, M.pt. 
41° C., remaining behind. Evaporation of the extract gives 2-5 grams 
of crj'stals, M.pt. 120° C., which are separated from an oil. 

Cyclomercuri pentamethylene, M.pt. 120° C., forms hard, white, 
rhombic, doubly refracting crystals from a mixture of benzene-light 
petroleum. It is readily soluble in cold ether, light petroleum, or 
benzene, with difficulty in water. Its molecular weight as determined 
by the ebullioscopic method is about 360 (270 calc.), and this appears 
to correspond to a simple ring. v. Braun, however, points out that a 
comparison of the boiling-points of the pentamethylene series of com- 


^ (Jerman Patent, 201903, deals with a process for preparing mercurated salts of 
fluort*Bcein, sec Bimroth, Ber,, 1902, 35 , 2853. The products obtained may be used directly 
for dyeing. The dyestuffs dye cotton in the following manner : Chromium mordant — 
brtiwn red; iron mordant — reddish brown; uranium mordant — ^red; nickel and cobalt 
mordant — ^red; alkaline earth mordant — ^red; cerium mordant — flight red. 

* Harden, /. Jmer, C/iem, 80 c, , 1927, 49 , 3U1. 

» V. Braun, Ber,, 1913, 46 , 1792; 1914, 47 , 490; Hilpert and Gruttner, Bar., 1914, 47 , 
180, 177. 
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pounds, (CH 2 ) 5 >R, with those of the series Et— R— Et, where R may 
be O, CHg, or Hg, indicates that cyclomercuri-pentamethyleiie 

should have a boiling-point of about 210' C. ; that it should "distil 
without decomposition under diminished pressure, and ])robabIy with- 
out decomposition under ordinary pressure. He therefore considers the 
product, M.pt. 120® C., to be a polymeride of the true compound. The 
following is the list of compounds upon which the argument is based : — 

Et-O-Et, B.pt. 35® C. (CH2)5>0, B.pt. 88® C. 

Et-CHg-Et, B.pt. 36® C. {CH2}5>CH2, B.pt. 80® C. 

Et-NH-Et, B.pt. 55® C. (CH2)5>NH, B.pt. 105® C. 

Kt-^S-Et, B.pt. 92® C. (CHo) 5>S, B.pt. 1H®C. 

Et-Hg-Et, B.pt. 159® C. (CH;) 5 >Hg, B.pt. 210® C. (about). 

The compound, M.pt. 41® C., probably a polymer, may })e reerys- 
tallised from much ether, and obtained as a white })owder. Its mole- 
cular weight is four times that of the compound, M.pt. 120'-' C„ and 
the oil obtained has six times the molecular weight of the latter. 

All these compounds give the same products when treated with 
bromine, iodine, or mercuric halides. With iodine in benzene solution 
theoretical yields of pentamethylene-dimercuri-iodide and di-iodo- 
pentane are obtained. 

Pentamethylene-1 ; 5 -dimercuri- dibromide, C^HioHggBra. — 
The Grignard solution from 20 grams of 1 : 5-dibromopentane, 4*1 grams 
of magnesium, and a trace of iodine, after standing for twelve hours is 
warmed on the water-bath, and treated with 66 grams of mercuric 
bromide in ether, in 5-gram portions. The mixture is then boiled 
for an hour and decomposed by 1 per cent, hydrochloric acid. The 
ether is removed at 60® C., and the product again treated with 1 per 
cent, hydrochloric acid at 60® C. It is filtered hot, washed with cold 
water, then with alcohol. The residue is added in small portions to 
500 grams of boiling water, digested for fifteen minutes, filtered boiling 
hot, washed with cold water, alcohol, and ether, and dried at 100® C. 
Yield of crude product, 49 grams or 8-94 per cent. It crystallises from 
toluene in doubly refracting needles, M.pt. 150° C., very soluble in 
pyridine, aniline, or dimethylaniline in the cold, and may be precipitated 
by the addition of light petroleum. It is less soluble in hot alcohol, 
acetone, boiling toluene or xylene, and with difficulty in hot water, 
hot carbon tetrachloride, ether, or petroleum ether. When boiled for 
one hour with alcoholic potassium iodide it yields the di-iodide^ sintering 
at 115® C. and melting at 117® C. It crystallises best from alcohol- 
benzene, and is less soluble than the dibromide. Prolonged boiling in 
benzene solution gives mercuric iodide and di-iodopentane. Hydrogen 
sulphide precipitates a quantitative yield of the sulphide^ from a 
pyridine solution of the dibromide. It is a snow-white, insoluble, 
odourless powder, having the constitution (!• ). By poking acetylene 
into a solution of the pure dinitrate in alcoholic ammonia, for one hour 
at 0® C., an acetylide (II.) is formed. It is a white powder, which takes 
fire on heating, is insoluble in the usual organic solvents, and heated 
in benzene yields mercuric iodide and di-iodopentane. 
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The dihydroxUle ci^^staliises in hair-fine, white needles, and is isolated 
by boiliuj^ the bromide with silver oxide in 80 per cent, alcohol for 
twenty hours. Treatnieiii of the hydroxide in 50 per cent, alcohol 
with sulphuric acid ])rec*ipitates the suli^hate as microscopic white 
needles, suddenly blackenin*' above 150" C. The dibromide with silver 
nitrate gives the diniiraie, from which the dichloride is prepared. It 
CTj^stallises in white needles, M.pt. 184-° C. The following conipounds 
are also mentioned: oxalate, mccinate, ferrocyanide, white precipitates, 
and the azelafe, white scales. 

Pentamethylene -1:5- dimercuridi phenyl, C 6 H 5 .Hg.(CH 2 ) 5 . 
Ilg.CoHg. — This remarkable compound is ])repared by treating magnes- 
ium phenyl bromide (4 times tlie calculated amount) with dry, powdered 
pentanietliylene-1 : 5-dimereuric dibromide in small portions. The 
reaction is completed by boiling for one hour on the water-bath. The 
mixture is decomposed by dilute sulphuric acid, and worked up in the 
usual manner. 

It is a colourless, viscous oil, decomposing when heated in vacuo 
180° C. It (juickly decolorises a solution of iodine in benzene, with 
formation of the above di-iodide, and prolonged boiling with an excess 
of the iodine solution gives mercuric iodide, 1 : 5-di-iodopentane and 
iodobenzene. 

It will be seen from the above reactions that the mercury atoms in 
these compounds are very firmly attached, whilst the halogen atoms are 
very reactive. 


DERIVATIVES OF THE PYRAZOLONE GROUPS 


When the phenyl-5-pyrazoIones are treated with mercuric acetate in 
alcoholic solution, four acetoxymercuri groups are introduced into the 
molecule, together with a methoxy group. If, however, the hydrogen 
in the 4-position be substituted by halogen or methyl groups, mercura- 
tion only takes place at 160° C. 

3:4- Diacetoxymercuri - 4 - methoxy - 1 - diacetoxymercuri- 
phenyl -2:3- dimethyl - 5 - pyrazolone, 


/CO— C{OMe).Hg.OAc 
C,H3(Hg.OAc)2.N<( I 

^NMe.CMe.Hg.OAc 


One gram of pheuyldimethylpyrazolone (1 mol.) is dissolved in 5 c.c. 
of methyl alcohol and 7-28 grams of mercuric acetate (4 mols.) in 
45 c.c. of methyl alcohol poured in. The temperature is maintained at 
60° C. and rhombic plates begin to separate in fifteen minutes, and after 
ateut two hours the product is filtered off. It is washed several times 
with warm methyl alcohol, faintly acidified with acetic acid, then dried in 
vacuo oyer sulphuric acid. Yield 6-5 grams, 97*4 per cent. The sub- 
stence sinters between 200° and 205° C., then decomposes with gas evolu- 
tion. It is insoluble in most organic solvents, somewhat soluble in hot 
methyl or ethyl alcohol, especially if these contain a trace of acetic acid, 
and easily soluble in water faintly acidified with acetic acid. It is also 
soluble in ammonium hydroxide and amine bases such as ethylene- 
diamine. Ammonium sulphide removes the mercury in the 4-position. 

* Sehrautli and Bauerschmidt, Rer., 1914, 47, 2796 ; see also, Paderi, Ghem, Zentr, 
1919, iii. 226 ; Oliveri-Mandalli, Qazzetta, 1921, 51, i. 125. 



MERCURY. 


211 


This is probably clue to the adjacent car])onyl group, since it is also 
removed by dilute hydrochloric acid when 3-chloromercuri-4-meth- 
oxy - 1 - dichloromercuriphenyl -2:3- dimethyl - 5 - pyrazo- 
lone is produced. 

/CO— CH.OMe 

CeH3(HgCI)2.N<; I 

\NMe.CMe.HgCl 

The latter is prepared by suspending 2 grams of powdered tetra-acctoxy- 
mercuri compound in about 40 c.c. of a quarter Normal hydrochloric 
acid, and shaking on a machine for twelve hours. It is filtered and 
washed free from chloride and dried in vacuo over phos2:»horus pcntoxide 
at 100° C. The substance is a micro-crystalline powder, slightly soluble 
in acetone, but insoluble in all other solvents. It does not melt, and is 
not immediately blackened by ammonium sulphide. 

3:4- Diace toxymercuri - 4 - ethoxy - 1 - diacetoxymercuri- 
phenyl-2 : 3 -dimethyl-5 -pyrazolone is prepared in a similar 
manner to the 4-methoxy compound, but the methyl alcohol in the 
latter preparation is now replaced by ethyl alcohol. Yield 9G-0 per 
cent. It forms small, colourless needles which crystallise with 1 mol. 
of w^ater, which may be removed by heating in vacuo over phosphorus 
pentoxide at 110° C. It has similar solubilities to the methoxy com- 
pound, and hydrochloric acid removes the mercury in the 4-position. 

3:4- Diacetoxymercuri - 4 - methoxy - 1 - diacetoxymercuri- 
phenyl - 3 - methyl - 2 - ethyl - 5 - pyrazolone. 


CeH3(Hg.OAc)2.N< 


^0— C(OMe).Hg.OAc 
^NEt.CMe.Hg.OAc 


One gram of phenylethylmethylpyrazolone in a little methyl alcohol is 
treated with a solution of 7 grams of 90 per cent, mercuric acetate 
(4 mols. ) in 50 c.c. of methyl alcohol. The mixture is maintained at 
60° C. and crystals separate in twenty-five minutes, are filtered after two 
hours, washed with acidified methyl alcohol, and dried. Yield 6-1 grams, 
90 per cent. The substance has similar solubilities to the above 4- 
methoxy compound and decomposes above 200° C. It crystallises in 
prismatic needles, from which the mercury in the 4-position is removed 
by hydrochloric acid in the usual way, 3-Chloromercuri-4-methoxy- 
1 -dichloromercuriphenyl-3-methyl-2 -ethyl-5 -pyrazolone being 
obtained, which has the structure: 


C,H,(HgCl)*.N<^' 


CO— CH.OMe 
NEt.CMe.HgCl 


In a similar manner l-p-tolyl-2 : 3-dimethyl-5-pyrazolone and l-o- 
tolyi-3-methyl-2-ethyI-5-pyrazolone in methyl alcohol solution are 
converted into 3 :4-diacetoxymercuri-4-methoxy-l-[diacetoxy- 
mercuri-p-tolyl] 2 : 3-dimethyl-5-pyrazolone and the correspond- 
ing 3 : 4-diacetoxymercuri-4-methoxy-l -[diacetoxymercuri-o- 
tolyl]-3-methyl-2-ethylpyrazolone, both of which lose mercury 
from the 4-position by the action of hydrochloric acid, yielding tncUoro- 
mercuri derivatives. 
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3:4- Diacetoxymercuri - 4 - methoxy - 1 - acetoxymercuri- 
phenyl - 3 - methyl - 5 - pyrazolone, 


C,n,(IlH.OAc).X 


/ 

\ 


CO— C(OMc).IIf{.OAc 
XII~CMc.Hj?.OAc 


A GO per cent, yield is attained by carryiiip; out the mercuration in the 
usual manner, i)ut no heatiiifi is necessary, the reaction being complete 
in several hours at room temperature. From the mother-liquor a 
further quantitv may be obtained, raising the yield to 90 per cent. The 
crystals melt at 107' C. with decomposition, and contain 1 mol. oi 
water of crystallisation, which may be removed by heating in vacuo 
over phosphorus pentoxide at 188‘ C. The mercury in the -l-jjosition 
is removed by ammonium suljdiide or hydrochloric acid,^ a dicliloro- 
mcrc.uri conijjound being obtained which is somewhat soluble in acetone. 

If, lM»wever, l-phenyl-S-mcthyl-o-pyrazolone be mereurated in 
iKuling methyl alcohol solution for three hours. 3 -diacetoxymercuri - 
4-methoxy-l -diacetoxymercuriphenyl-3-methyl-5-pyrazolone is 
formed : 


C6n3(Hg.0Ac)j.x/ 


CO— C{OMe).Hg.OAc 
XII— CMe.Hg.OAc 


It is a crystalline product, decomposing at 225° C., sparingly soluble or 
insoluble in the usual solvents. 

4-Bromo-4-hydroxy-3-acetoxymercuri-l-triacetoxymercuri- 
phenyl-2 : 3-dimethyl-5-pyrazolone, 


C6H2(Hg.OAc)3.N<^ 


^0 CBr.OH 

•NMe^CMe.Hg.OAc 


Two grams of 4-brorao-l-phenyl-2 : 3-dimethyl-5-pyrazolone (1 mol.) 
atul lb-5 grams of mercuric acetate (4 mols., 90 per cent.) are heated 
for thirty minutes in an oil-bath at 160° C. The melt is cooled, ex- 
tracted with alcohol, the solution boiled with charcoal, filtered, and 
treatwl with ether. The white precipitate is filtered, washed with ether, 
and dried. It is a hygroscopic substance, readily soluble in cold water, 
less soluble in methyl or ethyl alcohol faintly acidified with acetic acid. 
It decomposes with gas evolution at 225° C., and is unaffected by 
ummunium sulphide unless boiled. From its aqueous solution sodium 
chloride precipitates an insoluble chloride, and sodium hydroxide the 
corresjmnding hydroxide. 

4 - Hydroxy - 3 - acetoxymercuri - 1 - triacetoxymercuri - 
phenyl -2:3:4- trimethyl - 5 - pyrazolone, 


C,H,(Hg.OAc) 3 .X<^' 


CO— CMe.OH 


•NMe.CMe.Hg.OAc 


This is formed from 1 -phenyl-2 ; 3 ; 4-trimethyl-5-pyrazolone in the same 
manner as the j)receding compound. It melts at 237® C. (corr.) with 
strong decomposition, and has similar properties to the bromo deri- 
vative. When treated with hydrochloric acid it yields 4-hydroxy- 
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3-chloromercuri-l-trichloromercuriphenyl-2 : 3 : 4-trimethyl-5- 
pyrazolone, which decomposes at about 213" C. 

4 - Acetoxymercuri -3 -diacetoxymercuriphenyi-5 -pyrazolone, 

C(On).C.Hg.OAc 

nh/ / 

C.CeH3(Hg.OAc)2 

Tlie reaction })ct\vceii 3-methyl-5-pyrazoIoiic (1 mol.) and mercuric 
acetate (3 mols.) takes place when the two are boiled Tor three hours 
in methyl alcohol solution. The effect of the possibility of enolisu- 
tion is marked by the absence of any methoxy group in the product. In 
methyl or ethyl alcohol strongly acidified with acetic acid it is only 
soluble with difiiculty, and from these solvents it crystallises in colour- 
less needles, which decompose about 25{f C. Treated with liydro- 
chloric acid, it is converted into a dichloromemiri compound, dccomi^os- 
ing near 2 K)® C. With ammonium sulphide, these two compounds do not 
blacken immediately. 

5 - Chlor o "4 -acetoxymercuri - 1 -phenyl - 3 - methylpyr azoh )ne , 


NPh 



C.iIg.OAc 


CMc 


This compound is prepared as the preceding one, from o-chloro-l- 
pheuyl-3-methylpyrazolc. It melts at 123® €., is readily soluble in 
water, alcohol, and all the usual solvents. It is unaffected by cold 
ammonium sulphide, but witli hydrochloric acid yields a dichloro- 
mercuri compound, needles, M.pt. 105® C. 


DEBIVAT1VE8 OF PYRIDINE.^ 

Pyridine and mercuric acetate when heated at 175® to 180® C. for 2-5 
hours, and the reaction mixture diluted with 5 to 6 volumes of water, 
followed by the addition of sodium chloride give 3 ; 5-dichloromercuri 
pyridine (I. ) as a pale brown, amorj^hous, odourless powder, decompos- 
ing at 220® C. Bromine in sodium bromide solution converts it into 3 : 5- 
dibromopyridine. The mother-liquors from the dichloromercuri com- 
pound yield 3-iodomercuri pyridine (11.) when treated with sodium 
iodide. The product is a yellow, anior]>hous powder, M.pt, 68® to 60® C., 
which forms 3-bromopyridine with bromine in sodium bromide. 


1 . 



DERIVATIVES OF FUSANE AND PYRROLE. 

Tetra-acetoxymercuri-furane ^ is formed when mercuric acetate 
reacts with furane. It decomposes at 226® to 228® C. and is converted 
by potassium hydroxide into the Uirahj/droxy-compound, decomposing 

1 Sachs and Eberhartiiiger, 1923, 56 , [B], 2223. 

* Cinaa and Grille, GazziUa, 1927, 57 , 3^ 



214 ORGANOMETALLIO COSIPOXMDS. 

at 210 C. The latter with sodium chloride gives ietrachloromercuri- 
furane, decomposing at 235" C., iodine transforming this into tetra-iodo- 
furanc*. A monoacetoxymcrcuri-furane has been reported, but its 
existence seems doubtful. 

Pyrrole likewise forms teiracliloro and derivatives, the 

former yielding tctra-iodopyrrole when treated with iodine in potassium 
iodide. 

UEMVATIVES OF THE IE DOLE SERIESA 

3-Acetoxymercuri-2 -methyl- 1 -phthalyl-indole, 

/ I C.Hg.OAc 

> >Me 
N.CO.CeH«.CO,H 

Methylphthalylindole (1-1 parts) is dissolved in 3(> ])arts of hot alcohol, 
and mixed with u solution of 1-9 parts of niereurie acetate in 10 parts 
of alcoliol. The product separates immediately as a pale reddish 
precipitatif. After cooling, it is filtered and washed with alcohol and 
ether. It is insoluble in the usual solvents, and when heated with 
mineral acids niethyiphthalylindole is formed. 

3-Acetoxymercuri-l-methyIindole. — ^To a solution of 3*8 parts 
of mercuric acetate in 20 parts of methyl alcohol, a methyl alcohol 
solution of 1-3 parts of N-methylindole is added. The compound 
separates as a wiiite, crystalline mass, which is washed ■with methyl 
alcohol and ether. It is readily soluble in hot alcohol, benzene, or 
acetone, crystalli.sing in line needles as the solutions cool. It is decom- 
posed by heating ■w'ith dilute mineral acids. 

3-Hydroxymercuri-2 -carboxy-l -methylindole is prepared from 
N-methylindolc carbo-xylic acid in the usual manner. It is insoluble 
ill the usual organic solvents, but dissolves readily in alkalies. Hot 
dilute mineral acids split off the mercury. 

3 - Hydroxymercuri -2 -anisylindole , 

^^C.HgOH 

NH 

Anisylindole (l-l parts) in 100 parts of hot alcohol is mixed with 
l-S parts of mercuric acetate in 10 parts of alcohol. A turbidity appears, 
and the mixture is warmed for a short time on the water-bath, when 
the product separates as a brown precipitate. It has similar properties 
to the preceding compounds. 

A product has also been isolated from 2-methyl indole (methylketole) 
as a pale yellow precipitate, resembling the other indole derivatives. 
Treatment of its aqueous suspension wth hydrogen sulphide immedi- 
ately gives black mercuric sulphide. 

DEBIYATIVEE OF QUINOLINES 

Hydroxymercuri - 2 - hydroxy quinoline - 8 - carboxylic acid . — 
The acid (20'6 parts) is suspended in about lOOO parts of water, and the 
mercuric oxide from 18-5 parts of mercuric chloride stirred in. The 
^ Uemum Patent, 236893. * Geiman Patent, 289246. 
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mass is boiled until a portion no longer gives a precipitate of mercuric 
oxide when treated with sodium hydroxide. The compound is isolated 
as a dark yellow, water-insoluble precipitate. The acid is insoluble 
in alcohol, ether, and benzene, and after warming with hydrochloric 
acid, ammonium sulphide precipitates mercuric sulphide. 

Hydroxymercuri-8-hydroxyqumoline-5-sulphonic acid is pre- 
pared in a similar manner. The free acid is bright yellow, sparingly 
soluble in water and insoluble in alcohol, ether, or benzene. 

Hydroxy mercuri -2 - phenylquinoline -4 - carboxylic acid .—Ten 
grams of the acid are mixed with 13-3 grams of mercuric acetate in 
aqueous solution, and the whole heated until a clear solution is obtained 
with sodium hydroxide. The product is then filtered, washed with water 
and dissolved in very dilute sodium hydroxide, excess being avoided, 
and the solution treated with alcohol. The sodium salt is precipi- 
tated, and has a similar solubility to the preceding compound. The 
preparation may also be carried out using mercuric oxide in place of 
acetate. 

Using the above methods, compounds have also been obtained from 
quinoline-8-sulphonic acid and 8-hydroxyquinoline. 

DERIVATIVES OF DIET DROBENZOFU RAN ESA 

The addition of mercuric salts to o-allylphenols leads to the pro- 
duction of a series of mercurated dihydrobenzofuranes of the general 
formula : 

1 I >CH.CHj.HgX 


In comparison with other mercury salt -olefine compounds, these 
bodies are very stable towards acids. They yield compounds of the 
type RgHg when reduced by sodium amalgam, and the corresponding 
iodide when treated with potassium iodide. No reasonable molecular 
formula has been devised for these compounds, which completely fits 
in with the facts, so that they are at present merely written as additive 
formulae. 

1-Acetoxymercurimethyl-l : 2-dihydrobenzofurane, 



CH-CHa-HgOAc 


This is prepared by suspending o-allylphenol in water, and adding 
an aqueous solution of mercuric acetate. It crystallises in colourless 
plates, M.pt. 80® to 81® C. The corresponding chloride may be obtained 
by adding sodium chloride to the above compound or by replacing the 
mercuric acetate by mercuric chloride. It melts at 187® C. The 
bromide crystallises in lustrous crystals, M,pt, 122® C., and the iodide 
in colourless plates, M.pt, 114® to 115*5® C. 

^ Since it has not been definitely decided whether these compounds are “ molecular ^ 
substances or merely addition compounds, only general directions have been given for 
their preparation. Evidenoe at present points to the latter type. Adams, Roman, and 
Sperry, J. Amur, Chem, 3oc,> 1922, 44 , 17S1 ; Mills and Adams, ibid,, 1923, 45» 1842, 
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1 : 1- Sulphato- mercuridimethylene-bis-1 : 2-dihydrobenzo- 
furane, 

I Clh \ 

!CoH,' X'lI.CIlallglSO, 

V -O-/ / 

o-AIlvlphfiiol i'» <'nrt‘l'uliv adilwi to u solution ol mercuric oxide in dilute 
bulnliuric acid. The product melts at 123'^ C. ’^vith deeoni])osition. 

1 : 1 -Mercuridimethylene-bis-1 : 2 -dihydrobenzofurane, 

/CILCui Ug 


Thisisoblaiiit'd in colourless crystals, M.pt. C., when l-chlorometh>l- 
1 : 2-cliliydr<»l>eir/ol*uraue is reduced l>y sodium amalgam in ethyl alcoliol 

solution. ^ , 

The lollowinjj; is given as a genera! method ol preparation ot sub- 
stituted l-niercurini(*thyH : 2 -dihydrobeiizoluranes. Ten grams of a 
su))stituted o-allvlj)hcnol are slowly added to an aqueous solution con- 
taining one molecular equivalent of mercuric acetate or chloride, \\nth 
the latter, a saturated solution is used, and the ] 3 henol slowly added 
until a flocculent preeiiritatc is obtained, the ojieration lasting one hour. 
The stirring is maintained until the oil solidifies. \\ ith mercuric 
acetate, alxmt 10 grams of salt arc used with each 100 c.c. of water. 

The following incrcuratcd 1 :2-diliydrobenzofuranes have been pre- 
j)ared bv the addition of mercuric salts to o-allylphcnols : 

M.pt. 113^ C. ; l-eA/oren?frc20’bne%/-6-?n^f/??//-, 
M.pt. 91^ C. ; iHiceioxijmercurimeihyUb-methyh^y oil ; l-cMoromercuri- 
methifhB-mcihijl-, M.i)t, 127*5° C. ; 1-acetoxymermrimetliyl-^-methyl-^ oil ; 

M.pt. 99-5° C. ; l-aceioxymemiri- 
methyl-4!-bromo-, oil; I'chloromercmrmethyhi-bromo-, M.pt. 108° C. ; 
l-chloromemirimeihyUQ'Carbojcy-^ M.pt. 200° C. with decomposition ; 
l-cMorotnercurimethyl-Ci-carboynetkOiVy-, M.pt. 107° C. with decomposition ; 
l-chloromercurimeihyl-ii-carboxy-, M.pt. 212° to 213° C. with decom- 
position; l<ldoromercurmethyhi~carboxyvinylene-^ M.pt. 300° C. with 
decomposition. 

The following is a general method for conversion of l-chloromercuri- 
or l-acetoxymercurimethyH : 2-dihydro-bcnzofuranes into the corre- 
s|)ondiug bromides and iodides ; A solution of 5 grams of the chloro or 
aeetoxymereuri c^ompuund in absolute alcohol is mixed with a boiling 
solution of alcohol containing one molecular equivalent of the potassium 
halide. The compound separates on cooling, is w^ashed and crystallised 
from alcohol. The following mcrcurated 1 : 2-dihydrobcnzofuranes are 
thus obtained : l-IodomercurmetliyU^-metliyh^ M.pt. 88° C. ; 1-iodo- 
mereurmeihyl-5-methyl’f M.pt. 131*5° C.; l-iodo7nercurimethyl-4i-metkyl-y 
M.pt, 94° C. ; l-bromomercurimethyM-broyno-, M.pt. 93° C. ; l-iodo- 
ynercurimethyUlD-broyno-, M.pt. 101° C. 

l-IIydroxyniercurimethyl-l:2-dihydrobenzofuranes are obtained by 
treating 10 grams of the corresponding chloro compounds with one mole- 
cular equivalent of sodium hydroxide in 50 c.c. of warm absolute alcohol. 
The products are recrystallised from 95 per cent, alcohol. The following 
are recorded : l-Hydroccymercuriniethyl-, M.pt. 152° C. ; 1-hydroxy- 
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mermrimethyl-O-inethyl-, thick oil ; 1-hydroj ymcrcnirwiiiliyl-^h-mctliyl-f 
M.pt. U9^ C. 

When the above compounds arc dissolved in hot alcohol, diluted with 
hot water, and a hot aqueous alcoholic solution oi‘ the requisite aeid added, 
the following compounds are obtained: l-TartratiMlUmemirimcthyU, 
M.pt. 192° C, with decomposition; l-osaUiioHli-mereurimeihyU, M^pl. 
175° C, ; l~ 2 >nitrohenzatomercurimelhyl-, M.))t. 148^ C. ; l-ij-nitro- 
benzatomerciirimefhyl-G-jnefhyU, M.pt. 1G2-5' C. ; I’ji-nitrohcHzatfj- 
inercurimethyU^i’inethyl-, M.pt. 13G-5° C. 

l-Chloromercurimethyl-l: 2-dihydrobenzofuranes, when added to satu- 
rated solutions of potassium cyanide or thiocyanate in absolute alcohol, 
yields: l-Thiocya7iatomercurimethyl-, 112*5° C. ; l-cyanomercuri- 

methyl-^ M.pt. 102° C. ; l-tMocyaiiatom€rcurmcthyl-\i-methyU^ M.pt. 
102*5° C. ; 1-cyanomercurimethyh‘^-methyl-, M.])t. 148° C. 

The following compounds have also been described : \-Sadumihio- 
6‘ul2)hatomcmiri77}cfhyUl:2-dihydrobenzofurane,s\ l-sodiumtJiioiiUlphdiomer- 
curmethyUAi’Diethyh^ and l:\-77iercuridb7icthylenc~biii-\-77wthyl-\ \2-dihy- 
d7vbe}izofura72es. 

UEBIVATlVIiJS CONTAIAUNG MERCURY AXD 8ELEXIUM, 

Products froui 2 : 4i-Dijohe)iyI-selenopkene,^ 

5 - Chloromercuri -2:4- diphenyl - selenophene.- -An alcoholic 
solution of the selenophene is treated with the mercuric halide in the 
jjresencc of sodium acetate, and the solution mechanically stirred for 
twelve hours. After a further twelve hours’ standing, a bo per cent, 
yield of product is obtained, which melts at 224° C. (corr. ) after crystallisa- 
tion. When heated tmder reflux for an hour with aqueous bromine it is 
converted to tribromo-diphenyl-selcnophcne. An acetone solution of 
potassium bromide gives the 5-bromomercuri derivative and mcrcuri-bis- 
(2 : 4-diphenyl-selenophene-5). 

5-Bromomercuri-2 :4-diphenyl-selenophene is prepared by the 
methods outlined above or by heating the mercuri-bis compound for ten 
minutes with mercuric bromide in acetone solution. It crystallises 
from alcohol in microscopic, colourless, felted hairs, M.pt. 215° C. (corn), 
soluble in benzene, toluene, or glacial acetic acid. When its toluene 
solution is boiled, it decomposes with formation of diphenyl-seleno- 
phene and mercurous bromide. 

5-Iodomercuri-2 :4-diphenyl-selenophene cannot be formed by 
the action of mercuric iodide and sodium acetate on 2 : 4-diphenyi- 
selenophene, or by sodium iodide upon the 5-chloromercuri compound. 
A 30 per cent, yield is obtained when the mercuri-bis derivative in acetone 
solution is heated for ten minutes with mercuric iodide. The pure 
product forms colourless crystals, but unless the experiment is per- 
formed in the dark only a red product is isolated. 

5 - Cyanomercuri -2:4- diphenyl - selenophene.— The 5-chloro- 
mercuri compound is treated with sodium cyanide in acetone solution. 
The mercuri-bis derivative is precipitated, and dilution of the filtrate 
gives a 50 per cent, yield of the 5-cyanomercuri compound, M.pt. 250*4° 
C. A 90 per cent, yield is obtained when the mercuri-bis derivative is 
heated for ten minutes in acetone solution with mercuric cyanide. 

1 Bogerfc and Herrera, J, Amer. Chem, 8oc., 1023, 45, 238 ; Bogert and Anderson 
ibid., 1926, 48, 223. 
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When boiled in benzene, toluene, or xylene it is decomposed into 2 : 4- 
diphenyl-selenophenc and mercurous cyanide. 

Mercuri-bis-(2 : 4-diphenyl-selenophene-5), (PhoC 4 HSe) 2 Hg, 
may be isolated from the 5-chIoromercuri compound and potassium 
bromide, sodium cyanide, or sodium iodide, also from the 5-bromo- 
mercuri compound and sodium bromide. It forms pale gray, minute, 
felted hairs, M.pt. 2SG-7® C. (corr.). 

Derivatives containing mercury and arsenic are given under the 
latter element in Part II. of this volume. 



CHAPTER XL 


ORGANOMETALLIC DERIVATIVES OF THE METALS 
OF GROUP III. 

Boron, aluminium, indium, and thallium are the only elements in this 
group from which true organo-compounds have been obtained. The 
metalloid boron forms a greater variety of compounds than the other 
three metals, its derivatives bearing some resemblance to those of silicon 
and phosphorus. Whilst aluminium and gallium when heated with dry 
hydrogen chloride yield AlCig and GaClj respectively, indium and 
thallium only give InCl^ and TlCl respectively; also the stability of the 
trichlorides of these metals diminishes from aluminium to thallium. 
This gradation in basicity is reflected in the organo-compounds, for 
whilst it is possible to obtain the type R^M from aluminium, only 
the form RgMX can be isolated from indium and thallium. Moreover, 
in the case of the latter metal, the inorganic tervalent compounds arc 
less stable than the thallous salts, but no organo-thallous derivatives 
have ever been isolated. 

The first organic compound of boron was isolated by Frankland in 
1862, by the interaction of zinc methyl and triethyl borate.^ This 
method and the use of zinc alkyls with boron trichloride ^vas continued 
until the discovery of the Grignard reagent. In 1900 ^ boron tri- 
methyl was prepared by the action of magnesium methyl iodide on tri- 
methyl borate, and in 1921 ® a number of boron trialkyls were obtained 
by the interaction of magnesium alkyl halides and boron trifluoride. 
Of the derivatives of the type R 3 B, boron trimethyl is a gas, spon- 
taneously inflammable in air; boron triethyl, a spontaneously inflam- 
mable liquid ; whilst the higher members of the series are liquids, readily 
oxidised when exposed to air* , The methyl and ethyl derivatives 
combine with ammonia to foriti' '3p6e type I^BOH only 

has one representia|;i^’'t3ie' etiiyl compound, wMch isJa Jiq^ readily 
absorbing oxygenydioiti air: • ^ - .i' . u ^ . 

The alkyl boric acids, RB(OH)jk ,are b^ prepared by the action of 
magnesium alkyl halides on boric are all solids, and the 

lower members of ±he series are volatile at low temperatures. ^ 

In the aromatic series only one member has been obtained of the 
type R 3 B, namely, boron triphenyl.^ It is formed by the interaction of 
magnesium phenyl bromide and boron trifluoride, an excess of Grignard 
reagent giving boron diphenyl fluoride and boron phenyl difluoride at the 
same time. Boron triphenyl is a solid, which readily yields additive 

^ Frankland, Annakn, 1863, 124, 129, 

* Khotinsky and Melamed, Ber„ 1909, 42, 3090. 

* Krause and Nitscbe, J5er„ 1921, 54, [B], 2784. 

* Krause and Nitsohe, Ber,, 1922, SS 1261. 
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compounds with ammonia and aromatic amines, in which boron has 
the co-ordination number 4. 

The type RgBX is represented by boron dij^heiiyl chloride and 
bromide, both bein^? prepared by the use of mercury diphenyl. The 
chloride is a liquid, B.pi. 270" to *271 " C., and the bromide a solid, M.pt. 
24" to 25° C. 'I'rcatinent with sodium liydroxide yields the type RgB.OII. 

A considerable number of derivatives are known of the type RBX^, 
the j^^eneral method of preparation consistiu^^ of treating boron tri- 
<‘hloride with mercury diaryls, in the proportion of 1 mol. of the latter to 
2 mols. of the boron halide* Some of the products are solids, others 
funiin^f liquids, but all when treated with water are converted into the 
corresponding? acids, RB(OH) 2 . 

The diaryl boric acids, R 2 B(OH j, are contined to the diphenyl and 
di-p-tolyl conipoumls, althou^^h in the latter case the anhydride and 
not the acid is formed. 

The inonoaryl boric acids, RB(OH) 2 , are usually isolated, as stated 
above, by tlic action (»f water on the type RBXg, although in certain 
eases this leads to the forniutiou of the oxide RBO. The phenyl 
(*omj)ound has been obtained by boiling with water the jDroduct of 
reaction from magnesium jdienyl bromide and boron trifluoridc. The 
most remarkable feature of the type RB(OH )2 is that the action of 
nu'Teurie chloride upon them leads to the production of mercury aryl 
halides (ItllgX). The anisyl and ])henetyl compounds do not yield 
oxides when heated, or form salts, and the jS-naphthyl acid exists in two 
modilicatioiis. Dehj'dration of the acids in vacuo gives the oxides, RBO. 

Aluminium compounds of the type R^Al were first investigated by 
Caliours in 18()<).^ They arc diliicult to handle, and tlic methyl, ethyl, 
and propyl derivatives are liquids, spontaneously inflammable in air. 
In attempting to devise new metliods for the jireparation of these 
substances, Krause and Wendt ^ isolated the ctherates, 4AlR3.3EtO, 
which are (‘olourless, mobile liquids rapidly undergoing decomposition 
in the air, but do not inllanie. 

Only one eomjiound of each of the types RgAlX and RAlXg is knowm, 
namely, the ethyl derivative, and this in each case is sj^ontaneously in- 
flammable, although the etherates, like those above, do not exhibit 
this property. 

The only other alkyl compounds kno'wn are derivatives of methylene 
iodide or bromide, aluminium powder reacting with these compounds 
to produce the type CHg—AlX, which are heavy liquids. 

Aluminium triphciiyl is the sole aluminium aromatic organic com- 
pound. Like the corresponding alkyls, it forms an etherate, but its 
decomposition by air is not so rapid. Mercury diphenyl and aluminium 
in a nitrogen atmosphere at 140° C. produce the compound, with much 
evolution of heat, in a few seconds. Iodine decomposes it, with formation 
of aluminium iodide and iodobenzene. 

The metal indium has so fp only yielded one derivative, indium 
diphenyl chloride.® This w'as isolated by the interaction of mercury 
diphenyl and metallic indium in boiling xylene. It is an insoluble com- 
l)ound, not melting at 350° C. When metallic indium and mercury 
diphenyl arc heated at 270° C. in a nitrogen atmosphere tuider reduced 

^ Cahours, Anmkn, 1860 , 114, 242 . 

* Krauso and Wendt, Ber., 1923 , 56, [B], 466 . 

^ (roddard, unpublushed. 
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pressure, and the residue extracted with ether, a eoinpoiiiul correspond- 
ing to CellsInOJngOg is isolated from the solution. 

The first organic thallium compound was obtained by Hansen J by 
treating zinc diethyl with thallic chloride. Four years later llartwig - 
prepared salts of the type R/TIX. Ko further wok was done upon the 
metal until 1904 , when Meyer and Bertheim® isolated thallium dimethyl 
chloride by a reaction Avhieh may be expressed in a general form : 

TICI3 4-2:\IgRCl ^R^TICI +2MgCl, 

The present authors have shown since that this reaction may be used 
to form any aliphatic or aromatic compound of thallium of the type 
RgTlX.^ If it is desired to prepare thallium compcjiinds coiitaintiiig 
secondary radicles, an excess of Grignard reagent must not be used, or 
reduction takes place to metallic thallium.^ When thallium dialkyl 
halides are treated with silver oxide, the halogen is split off and hydrox- 
ides formed. The solutions thus obtained are strongly basic, rapidly 
absorb carbon dioxide from the air, and when treated with acids, or 
compounds containing acid groupings, they yield salts. Thallium 
diethyl hydroxide has been isolated in the solid state, and witli aqueous 
solutions of metallic salts it precipitates hydroxides. In the case of 
halides, cyanides, or thiocyanates in the aliphatic series, the following 
reaction with silver nitrate takes place quantitatively, 

R 2 TlX+AgN 03 =AgX+R,TlN 03 

and since the nitrate is soluble, this affords a method of estimating the 
acid radicle.® Although many double salts are found in inorganic 
chemistry containing thallium in the thallic state, very few are met with 
in organometallic derivatives. In spite of the fact that the authors have 
prepared considerable numbers of salts of the type RgTlX, both in the 
aliphatic and aromatic series, only the following double compounds have 
been isolated: thallium dimethyl m-nitrophenoxide, CgHioOgNTI. 
CgHgOjN; thallium diethyl 4-nitrosophenoxide,CiQHi402NTl.C3H402N; 
thalUum diethyl 5 -nitro-o-tolyloxide, CiiH;ie03NTl.C7H703N ; thallium 
diphenyl acid propionate, acid valerate, acid butyrate, acid m-hexoate. 
Moreover, wdth the exception of the fluorides, none of the salts 
appear to contain w^ater of crystallisation. 

Thallium diphenyl bromide was first mentioned by Meyer and 
Bertheim in 19 fl 4 , but in 1922 the present authors showed that this com- 
pound was impure, and that the reactions given for it did not represent 
the facts, as shown by their later preparation. They therefore claimed 
their preparation to be the first organometallic compound of thallium, in 
the aromatic series, to be obtained in the pure state. The compound, 
which is typical of the aromatic thallium diaryl halides, does not melt 
below 800 "^ C., and may be crystallised from pyridine. The correspond- 
ing chloride is decomposed by iodine monochloride according to the 
equation : 

PhgTlCl +2lCI=2PhCl +T 1 CI +!» 

^ Hansen, Ber., 1870, 3, 9. 

» Hartwig, Ber., 1874, 7, 298 ; Annakn, 1875, 176, 257. 

® Meyer and Bertheim, Ber., 1904, 37, ^51. 

* Goddard and Goddard, iTmw. Chem. 80 c., 1921, 119, 672, 1310; 1922, 121, 36. 
256, 483 ; 1923, I23» 1161. 

® Krauae and Qroese, Ber., 1925, 58, [B], 1933. 

* Goddard, Trane. Ohem. Bcc., 1921, 1x9, 673* 
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If the thallium di])Iienyl cliloride be replaced by thallium diethyl 
bromide, only thalloiis iodide is isolated from the reaction. It has been 
pointed out that thallium dialkyl halides when treated with moist silver 
oxide yield the corresponding hydroxides, and that the latter with acids 
give salts. In the aromatic scries, it is found that the best method of 
preparing the salts is to boil together a mixture of the halide, silver oxide, 
and the organic acid in toluene. Alcoholic potassium hydroxide trans- 
forms the halides to oxides, and these are also available for production 
of salts. 

It is well known that many organo mercury compounds of the type 
llgilg react with metallic and iion-nietallic chlorides to form organo- 
metallie derivatives of the metals hi question. The present authors ^ 
carried out a considerable number of reactions of this type, with various 
orgauometallie comj»ouncls, the results of which arc shown in Table IV. 
of the Appendix. 

It will be seen that a number of the reactions afford means of 
obtaining organo-thallium derivatives. In the case of organo compounds 
of the elements of Group V,, it may be stated that phosphorus and 
antimony chlorides yield no organo-thallium derivatives, whereas arsenic 
and bismuth chlorides are (capable of yielding compounds of the type 

K/rix. 

Summurising the results for tin and lead compounds in the aliphatic 
and aromatu* series, substances of the type R,iM give rise to RgMXg 
and ll/nX ; R;,1IX and R^MR' yield thallous chloride and R2MR2 
and RjjMX respectively; RgMIlg' produces R2'MX2 and R2TIX, 
where II' is the radicle of lower molecular weight ; and R2MX2 merely 
exchanges its halogen, Xg, should it be bromine or iodine, for the chlorine 
of tlie tliallic chloride. 

Whilst 2-chloromercuri-tbiophene and mercury 2 : 2'-di thienyl form 
organo derivatives when treated with arsenic trichloride,^ thallie 
chloride merely decomposes the first compound, and gives no organic 
compound with the second. 2-Iodomercurithiopheiie is converted to 
2-chloromercuri-thiophene and thallous chloride is formed. p-Amino- 
phenylmercuric acetate treated with ethereal thallie chloride gives an 
unstable additive compound, corresponding to the formula, 2C8H9O2 
NHg.TICIg, and p-aminophenylniercuric chloride behaves similarly, but 
when the solutions are heated complete decomposition takes place. 
p-Bis-mercurianiline and sodio-eamphor do not yield thallium derivatives 
under the above conditions. It is therefore e\’ident that only normal 
compounds of the type R2Hg give rise to thallium derivatives, "where R 
may be any radicle except benzyl, thienyl, or an iso-group ; in other 
cases substances of the t;^e RgTIX are formed. 

The estimation of thallium ® in organic compounds is carried out 
in a spherical flask of 200 c.c. capacity, having a short, ground-glass 
neck, carrying an air condenser 3 feet long. About 0-2 gram of sub- 
stance is treated in the apparatus with 20 c.c, of fuming nitric acid, and 
the wdiole boiled until colourless. The contents of the flask are then 
rinsed out and evai>orated to dryness, the residue dissolved in water, a 
few drops of dilute ammonia added, and the thallium precipitated by 

» Godd&nJ,Tmmt,CAem.Soe„im, 121,30; 1923, 123,1161; Goddard and Goddard’ 
idld., 1922, 121, 266, 482. 

* Steinkopf and Bauermeister, Anmlen, 1917, 413, 331. 

* Goddard and Goddard, Tram, Chem, Soc,, 1922, 121, 488. 
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hot potassium dichromate. In cases such as thallium diphenyl chrom- 
ate, the thallium is first removed as thallous iodide, before precipitatinjjr 
the other metal. For halo^fen estimation, silver nitrate in 1 c.c. of 
water is added before the addition of the fuming nitric acid, and the 
mixture boiled to destroy orj^^anic matter, then treated in the usual way. 
This method of cstimatin^( halogens gives good results in the case of 
thallium, lead alkyl, and mercury compounds, and would no doubt 
answer for any type of organo compound which does not explode with 
fuming nitric acid, or give a stable nitrate, like lead diplicnyl nitrate, or 
yield an insoluble oxide, as in the case of tin. 

Boron. 

Alkyl Compounds of the Type R^B. 

Boron trimethyl, McgB. — ^This compound was first obtained^ by 
the interaction of zinc methyl and triethyl borate. It has more 
recently been prepared by the interaction of magnesium methyl iodide 
and trimethyl borate.^ 

The product isolated by the above methods is a gas of pungent odour, 
which is spontaneously inflammable in contact with air. Fraukland 
states that it can be liquefied at 10® C., under a pressure of three atmo- 
spheres,* to a colourless liquid, whilst Stock and Zeidler give the melting- 
point as ~-161-5° C. and the density at —100® C. as 0*025 (as liquid). 
They also recorded the following vapour pressures : — 

Vap. press, in mm. 1 2 3 4 C 10 15 21 

Temperatxire °C. . -118 -113 -108 -103 -98 - 93*3 -88*4 -83-5 

Vap. press, in mm. 32 43 60 82 113 147 192 253 

Temperature ®C. . -78*4 -73*8 -68*9 -64*1 -59*2 -54*3 -49*4 -44*5 

Vap. press, in mm. 319 406 511 759 

Temperature °0. . -39*6 -34*6 —29*7 -20*2 

The vapour density between —25® C. and +100® C. corresponds to 
the formula BMcg. 

The gas is soluble with diffictdty in water, but very easily soluble in 
alcohol and ether. It combines directly with ammonia, yielding boron 
irimethyla77i7nin€y BMeg.NHg, M.pt. 56® C., B.pt. 110® C., which crystal- 
lises from ether in many-sided, highly refractive, volatile crystals. The 
compound has the vapour pressures 1*0 mm. at 0® C., 1*8 mm. at 5*6® C., 
2 mm. at 10® C., 3*2 mm. at 15*2® C., 11*0 mm. at 31*2® C., and 16*5 mm. 
at 36*9® C. The vapour density, measured between 25-0® C. and 70*0® C., 
shows that about 10 per cent, of undissociated ammine can exist in the 
gaseous state at 25® to 30® C., but molecular weight determinations in 
benzene solution by the cryoscopic method show that the ammine is 
practically undissociated. The benzene solution is stable in air, smells 
faintly of boron trimethyl, but not of ammonia. 

Treatment of boron trimethyl with potassium hydroxide or an 
ammoniacal solution with alcoholic potassium hydroxide yields a resinous 
mass, to which Frankland ascribed the composition BMcj.KOH. 

^ FrauMand, Annakn^ 1862 , 124 , 129. 

* Khotijasky and Melamed, Ber,, 1909, 42 , 3090. A re-examination of $Vankland*s 
compound wae made by Stock and Zeidler {JBer., 1921, 5 ^ [B], 531) who obtained the 
compound in the gaseous state firom boron (Monde and zinc methyl, the violence of the 
reaction being moderated by ooohng or working under diminished^pressure. 
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Boron triethyl. — This is prepared by the action of zinc ethyl on 
the triethyl ester of boric acid,' and also by the interaction of zinc ethyl 
and boron trichloride.* Frankland described it as a fuming liquid, 
spontaneously iiiflainniable in air. It melts at — 02-9’ C'., and boils at 
9./' t'. ; densitj- at 23'"' C., 0-0931 ; vapour pressure at O’" C., 12-5 mm. It 
underf'oes slow decomposition on heating, yielding some hydrogen and 
ethane ; the vajjour density near the l>oiling-point corresponds to the 
simple formula BEt.,.® The liquid is only very slightly soluble in 
water, prolonged treatment only showing very slow decomposition. 
Iodine has no action upon it even at 100’ C. It burns in air with a bright 
green, sooty llame, and e.vplodcs in pure oxygen. When heated wdth 
concentrated hj'drochloric acid over mercury to 99’ C., an ethyl grouj) 
a|)p<-ars to be replaced by halogen, yielding boron diethyl chloride. 
Like boron trimethyl, it forms an ammine, liEtj.XII^, which is stated to 
have an aromatic smell and an alkaline reaction. 

Boron tri-n-propyl, (CjH 7 ),;,B.* — ^This and the following trialkyl 
Ijoron compounds are prepared by the action of boron fluoride on 
magnesium alkyl halides, details of a preparation being given under 
the isoamyl compound. The following physical data have been noted 
for the propyl comj)ouud : B.pt. 60° C. at 20 mm. ; B.pt. 156° C. at 
760 mm. ; density at 24-7° C. 0-7204, whence density at 22-5° C. 
0-7225 ; iin. 1-41129, iia 1-41352, nm 1-41895, nn, 1-42354 at 22-5° C. 

Boron tri-isobutyl, (€ 4 lIj) 3 B.— B.pt. 86° C.at 20 mm. (uncorr.); 
B.i)t. 188° C. at 760 mm. ; densitv at 25° C. 0-7380, whence density at 
22-8' C. 0-7400; iin,, 1-41652, nn 1-41882, nn,i 1-42445, nn, 1-42882 at 
22-8° C. 

Boron tri-iso-amyl {CsHii) 3 B. — Boron trifluoride obtained by 
the interaction of 75 grams of potassium borofluoride, 13 grams of 
lx)ric anhydride, and 250 c.e. of concentrated sulphuric acid, is passed 
in a rajiid stream into the magnesium compound from 106 grams (1 
mol. ) C)f isoamyl chloride in 350 c.c. of absolute ether. The boron tri- 
lluoridc is rapidly absorbed, and after completion of the reaction the 
whole i.s heated to boiling for twenty minutes on the water-bath. The 
ether is then distilled off in a stream of nitrogen and the residue distilled 
in dry nitrogen at 13 mm. The pure product obtained distils at 119° C. 
at 1 i mm. in nitrogen. Yield 42 grams (55 per cent.). 

Tlie compoTind is a colourless, very mobile liquid, having an odour 
resembling amyl alcohol. It is readily oxidised in air, yielding isoamyl 
lx)ric acid. It hums with a bright green flame and is slowly acted upon 
by water. 

Physical data: density at 23-4° C. 0-7600, whence density at 
22-6° C. 0-7607; nn. 1-42983, nj, 1-43207, Uh^ 1-43782, nm 1-44254 at 
22-6° C. 


Alkyl Compounds of the Type R^B.OH. 

Boron diethyl hydroxide or Diethyl boric acid, EtgB.OH,® is 
prepared by the action of water on the ethyl ester of diethyl boric acid. 
It is a liquid which cannot be distilled without decomposition ; it 

^ Frankland, Annakn, 1862, 124, 129, 

8 Stiwk and 1921, 54, [B], 531 ; Frankland, Jahrenber., 1876, p. 469. 

8 *Stuck and Zeidler, he, cit 
* Krause and Nitsohe, Btr,, 1921, $4, [B], 2784. 
s Frankland, loc, cit. 
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absorbs oxygen from the air, forming the monoethyl ester of ethyl boric 
acid, EtR(OII).OEt. The 0-ethyl derivative of the above compound, 
the ethylate of diethyl boric acid, Etg.B.OEt, is prepared from the 
compound of the diethyl ester of ethyl boric acid with the triethyl ester 
of boric acid, Et.B(OEt) 2 .B(OEt).„ and zinc ethyl. The product is a 
colourless liquid, B.pt. 102° to C., which is transformed by dry 
oxygen into the diethyl ester of ethyl boric acid, and is decomposed by 
water into alcohol and diethyl boric acid. 

Alkyl Compounds of the Type RB.{OH) 2 . 

Methyl boric acid, Me.B(OH)2. — Boric esters are best prepared by 
the action of alcohols on boric anhydride under pressure, and it has been 
found ^ that these esters react with Grignard’s reagents to form the 
above tyj>e of compound, according to the equation : 

RMgX+B(OR')3=:BR(OR')2-fR'O.MgX 

The interaction of trimethyl boric ester and magnesium methyl iodide 
in ether, followed by decomposition with acidified water, yields method 
boric acid, as white crystals, very volatile and unstable. It lias never 
been isolated in the pure state, but Michaelis and Becker^ showed 
that it exerts a methylating action on magnesium phenyl bromide, the 
products consisting of phenyl boric acid and toluene. The esters of this 
acid are readily hydrolysed by cold water. 

Ethyl boric acid, EtB(OB[) 2 , is deposited in white crystals from 
ether, readily subliming at 40° C,, and ver}^ volatile. It may be pre- 
pared as the above methyl compound, or by decomposition of the 
diethyl ester of ethyl boric acid with water,® also by the action of water on 
the double compound of the diethyl ester of ethyl boric acid with triethyl 
boric acid. The acid is easily soluble in water, alcohol, or ether, has an 
acid reaction, but does not combine with bases. 

The monoethyl ester, Et.B(OH)OEt, is a crystalline product, decom- 
posed by water into alcohol and ethyl boric acid, and is prepared by the 
action of atmospheric oxygen on diethyl boric acid below 8° C. 

The diethyl ester, Et.B(OEt) 2 , is a liquid, boiling with decomposition 
at 125° C., and is decomposed by water like the monoethyl derivative. It 
is formed when boron triethyl is oxidised in air and then in oxygen, or 
when dry oxygen acts upon the ethyl ester of diethyl boric acid. 

The ester combines with triethyl boric ester to form Et.B(OEt) 2 . 
B(OEt) 3 , which compound may also be obtained from zinc ethyl and 
2 mols. of triethyl boric ester. It is a liquid, B.pt. 112° C., yielding 
ethyl boric acid, boric acid, and alcohol when treated yrith water, 
whilst zinc ethyl transforms it into the ethyl ester of diethyl boric 
acid.^ 

Propyl boric acid, C3H7.B(OH)2, is describ^ by Khotinsky and 
Melamed as melting at 74° to 75° C. and soluble in alcohol and ether, 
Krause and Nitsche,® however, prq>ared the compound by placing boron 
tripropyl in a flask filled with nitrogen, loosely coridng lie flask so that 

^ Khotinsky and Melamed, Jer., 1909, 42, S090. 

* MikSiaelis and Becker, Per., 1880, 13* 6^ 

* Pranidand, 18^ 124, 40 ; 1876, p. 468. 

4 Pranldapd, ibid, 

^ Hjaxtse and Nitache^ B&r,^ 1921, 54, [B], 2784. 
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air could gradually diffuse in, when boron propyl oxide was obtained by 
oxidation, and this substance when recrystallised from a little hot 
water gave the recjuired acid. It formed thick, colourless plates, M.pt. 
107*^ C., easily soluble in hot water, with clifliculty in cold water, and 
fairly soluble in the usual organic solvents. 

Isobutyl boric acid, {C\iIl 9 )B(OH) 2 , is prepared as above as 
colourless plates from hot water, M.pt. 112" C.^ 

Isoamyl boric acid, (^^ 11 ^) 1 ^ 011 )^. forms colourless, rectangular 
plates from water, M.pt. lOfi'*' C. It is fairly soluble in the usual 
organic solvents, and forms sodium and ammonium salts, the latter being 
unstable and readily evolving ammonia. 

An^I Cumpoumls of the Type RjB. 

Boron triphenyl, Ph^B,- is prepared as follows: One quarter of 
the Grignard reagent from 150 grams of bromobenzene and 24 grams 
of magnesium in 500 e.c. of ether is saturated with the boron trifluoride 
from 52 grams of ])ota.ssium borofluoride, 8 grams of boron trioxide, and 
100 e.e. of concentrated sulphuric acid. Thegas is readily absorbed, and 
afterwards the remainder of the Griguard reagent is added, the mixture 
being cooled in ice. The reaction is very violent, and the boron phenyl 
fluoride is transformed to boron triphenyl, this change being eornpleted 
by se\ eral hours’ heating on the w’ater-bath. The ether is then distilled 
off, and the residue distilled in nitrogen at IS to 15 mm. pressure in an 
oil-bath. Boron triphenyl slowly distils at 245° to 250° C. as a thick oil, 
which solidifies on cooling to colourless, thick, six-sided columns, some 
one centimetre in length. After several distillations in carbon dioxide 
it boils at 208° C. at 15 mm., M.pt. 186° C., the yield of pure product 
being about 50 per cent, of the theory. 

Tlie crystals resemble those of triphenylarsine and triphenylstibine 
in form, are easily soluble in benzene, toluene, and other benzene hydro- 
carbons, less soluble in ether, but react wdth alcohols forming esters. 
Its ethereal solution in the presence of sodium wire becomes intensely 
coloured, and deposits orange-yellow, prismatic crystals, but oxygen 
destroys the colour.^' ^ 

Boron triphenyl unites readily with ammonia and amines, yielding 
additive compounds in which horon has the co-ordination number 4. 
The method of preparation is general and consists in bringing the com- 
ponents together in ethereal solution.® 

Boron triphenyhammonia, PhaB.NHg, forms snow-white crystals, 
very difficultly soluble in ether or cold benzene, easily in hot benzene, 
cold methyl or ethyl alcohol The crystals in tlie dry state are stable in 
air, begin to soften about 203° (\, and melt with gas evolution to a clear, 
yellow-brown liquid above 212° C. 

^ Boron triphenyl-metkylamine, PluB.MeNHg, occurs as colourless 
prisms, having similar properties to the above compound. It sinters at 
208° to 209° C., melting to a clear liquid at 210° to 211° C. 

Boron iriphenyl-eihylamine^ M.pt. 166° to 168° C., and the corre- 

* Khotinsky gives the melting-point as 104“ C. and isoamyl boric acid as 101“ C. 

* Krause and Nitsche, JSer., 1922, 55, [B], 1261. 

» Krause, Ber., 1924, 50, [B], 216. 

* If excess of Grignard recent is used in the above reaction, a mixture of boron 
triphenyl boron diphenyl fluoride, and phenyl boron difluoride, appears to be formed. 

^ Krause, 1924, 57, [BJ, 813. 
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sponclin^r n-propylamine derivative ineltiii" al)ove 180^ C., with decom- 
position, have been prepared. 

The dimethyl and trim ethy la mine derivatives melt at 200^ C. and 1135^ 
to 137"' C. respectively. 

From aromatic compounds, the following combinations have been 
isolated : boron triphenyl ayiiline, M.pt. 138° to 14.0° C. with decom- 
position ; with pyridine, M.pt. above 214° C. with decomposition ; 
with quinoline, M.pt. 100° to 170° C. with decomposition ; with quin- 
aldine, M.pt. 110° to 112° C. wdth decomposition ; with piperidine, M.pt. 
213° to 214° C., decomposing above 210° C. ; with phenyl hydrazine, 
M.pt. 138° to 140° C. 

Aryl Compounds of the Type RgBX. 

Boron diphenyl chloride, PhgBd, is a colourless liquid, faintly 
fuming in air, and slowly decomposed by water. ^ It is o}>tained by 
heating boron phenyl dichloride (8 grams) and 18 grams of mercury 
diphenyl in a sealed tube at 300° to 320° C. for twenty-four hours. The 
crude product is taken up in petroleum ether, the solvent removed, and 
the residue fractionated, the portion distilling at 270° to 271 ° C. being 
pure boron diphenyl chloride. Yield 3*5 grams. 

Boron diphenyl bromide was lirst obtained as a by-product in the 
preparation of boron phenyl dibromide, from boron tribromide and 
mercury diphenyl, the compound being contained in the fraction dis- 
tilling above 150° C. at 20 mm. It may be more readily isolated by 
taking the proportions represented by the following equation : — 

Ph2Hg-|-BBr3=Ph2BBr-fngBr2 

A crystalline, colourless mass is formed, M.pt. 24° to 25° C., redden- 
ing in air, and decomposing with water with separation of diphenyl 
boric acid.^ 


Aryl Compounds of the Type RBXg. 

Boron phenyl difluoride, Ph.BFg,® an oil, B.pt. 70° to 75° C. ; 
difluoride has been pre\iously mentioned under the preparation of boron 
triphenyl. 

Tlie dichloride is obtained according to the equation : 

2BCl3+Ph2Hg=2PhBCl2+HgCl2 

the substances being heated in a sealed tube at 180° to 200° C. It is a 
colourless liquid, soon becoming red in air, and boiling at 175° C., 
although it may be solidified at low temperatures, but melts again at 
0° C. Atmospheric moisture causes it to fume, and when dropped into 
water it is decomposed with a hissing noise. If chlorine is passed into 
the liquid at the ordinary temperature it is partly decompose, yielding 
chlorobenzene and boron trichloride, but if all the air is removed by 
carbon dioxide before the chlorine is passed in boron phenyl tetra- 
chloride results. 

The dichloride reacts ^ with chlorobenzene and sodium to form boron 
triphenyl. 

^ Mickaelia, Ber,, 1894, 27 , 244. 

* Michaelis and Riohter, Annalm, 1901, 3 x 5 , 26. 

3 Krause, German Patent, 371467 ; Zenik,, 1923, xl, 1089. 

^ Miohaelis, Ber., 1889, 2 ^ 241. 
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The dibromide is obtained when the boron trichloride in the above 
equation is replaced bv the tribroniide. It crystallises in colourless 
tablets, M.pt. 32' to 34' B.pt. 99"' to 1 Ol '' (*. at 20 mm., fumes strongly 
in air, has a pungent smell, and is dccom})osed by water giving phenyl 
lK»ri{; acid. 

Boron o-tolyl dichloride is a colonrless, thick oil ha\ing a strong 
.smell, aiifl faintlv fuming in air. When cooled to 0° C. it solidifies, 
melting again at'lU C’., and with water yields the corresponding boric 

ucid.^ . , o « mi 

Boron p-tolyl difluoride,® is an oil, B.pt. 95 to 97 C. The 

corresponding dihromide.^ forims a white, crystalline mass, M.pt. 44® to 
45 ' C., B.i)t. 145' C. at 2.5 mni. (approx.), which fumes strongly in air, 
and is violentlv decomposed to tlie acid by water. 

Boron o- and p-anisyl dichlorides, CHsO.CoIIi.BCIg. The former 
was not analvsed by Miehaelis, but he stated that its properties were 
.similar to those of the p-unisy! derivative. This latter compound is a 
light, yellowish-rcd to violet liquid, B.j)t. 182® C. at 170 mm., and on 
cooling solidifies to a crystalline mass which melts at 30° C. It fumes 
strongly in air, and reacts vigorously with water to form the acid. 

Boron 0- and p-phenetyl dichlorides. — The first of these com- 
pounds has only been obtained in small quantities and has not been 
analys<‘d, although the acid has been derived from it. The para com- 
])ouud is a colourless liquid. B.jit. 220® C. at 400 mm., winch may be 
obtained as a crystalline ma-ss, M.pt. 2° C., the general properties being 
similar to those of the anisyl derivative. 

Boron o-xylyl dichloride boils at 212® C. and melts at about 0® C.* 
The meta compound is a colourless, very strongly fuming liquid, B.pt. 
218'' ('., and is prepared by heating mercury di-m-xylyl with an excess 
of Ixwon trichloride in a sealed tube at 200° C. for twenty-four hours. 

Boron m-xylyl dibromide is a colourless, refractive liquid, boiling 
at alxjut 125° C. at 15 mm., density at 15° C. 1-57. 

Bor’on-p-xylyl dicMoride may be prepared similarly to the meta 
comi)ound, but the reaction takes place at 180® C. It distils as a trans- 
j)arent liquid at 205® ('., and fumes strongly in air. 

Boron pseudocumyl dibromide® is a colourless liquid, boiling 
between 170° and 190° C. at 16 mm., with partial decomposition. 
When treated with water it yields the oxide. 

Boron a-naphthyl dichloride, C1QH7BCI2, boiling at about 164° C. 
at 25 mm., is prepared by heating mercury di-a-naphthyl and boron 
trichloride at 120° to 150° for eleven hours. The ^-naphthyl derivative 
forms colourless needles, M.pt. 116° C., and is readily soluble in dry 
benzene, ether, or petroleum ether, fumes slightly in air, and yields the 
acid with water. 

Aryl Compounds of the Type R^BOH. 

Diphenyl boric acid, PhjB.OH.® — ^Wlien boron diphenyl chloride 
or bronride is treated with sodium hydroxide, and the clear solution 

^ Micbaelis, JSer., 1889, 22 , 241 ; Miehaelis and Becker, ibid., 1879, 12 , 58. 

* Krause, German Patent, 371467; Ghent. Zenir., 1923, ii. 1089. 

* Miehaelis and Bichter, Annalea, 1901, 315 , 26. 

* Miehaelis, Anrutkn, IMl, 315 , 19. 

' 0 ,H,.Me.Me.Me.BBr,=l : 2 ; 4 : 6 . 

* IQchaelis, Ben, 1894, vj, 344 ; Miehaelis and Richter, toe. cU. 
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neutralised with hydrochloric acid, the acid is formed, and may be 
extracted with ether. Evaporation of the solvent yields a fuinin;? 
residue, B.pt. 215® to 235® C. at 17 mm., which crystallises on cooling ; 
the crystals colour the flame green, and melt to a colourless liquid 
with hot water. It is soluble in the usual organic solvents and in alkalies, 
readily forming salts in the latter. 

Di-p-tolyl boric acid is only known in the form of its anhydride 
(CH3.C6H4.B)20, since the chloride has not been isolated in the pure 
state. This oxide is a white powder, M.pt. 78® C., easily soluble in 
organic solvents, but insoluble in water. 

Aryl Compounds of the Types RB(OH)2 arid RBO. 

Phenyl boric acid, PhB(OH)2.^ — ^The magnesium compound from 
50 grams of bromobenzene in 200 c.c. of ether is saturated with the 
boron trifluoride from 52 grams of potassium borofluoride, 8 grams of 
boron trioxide, and 100 c.c. of concentrated sulphuric acid. After 
boiling for two hours under reflux, the product is ice cooled, and 
decomposed by cautiously adding 60 c.c. of water. The ether layer is 
then separated off, and the residue extracted several times with ether, 
the solvent removed, and the solid obtained boiled with 100 c.c. of 
Avater for one hour on the water-bath and filtered whilst hot. On slowly 
cooling, pure phenyl boric acid separates in snow-white bushy needles, 
several centimetres in length, M.pt. 216® C. It has similar properties to 
the compound obtained by Michaelis and Richter^ by the action of 
water on boron phenyl dibromide. \Mieu kept in vacuo over phos- 
phorus pentoxide it slowly changes to phenyl boron oxide. The 
isobutyl ester is a liquid, B.pt. 180® to 187® C. at 30 to 35 mm. 

p-Chlorophenyl boric acid forms sheafs of needles, M.pt. 275^^ C., 
and p-bromophenyl boric acid, needles, M.pt. 191® C. 

The following boric acids, unless otherwise stated, have been pre- 
pared by the action of water on compounds of the type ArBXg 

o-Tolyl boric acid occurs as needles, M.pt. 160® to 161® C., easily 
soluble in alcohol or ether, but with difficulty in petroleum ether or 
water. When treated with ammoniacal silver solutions it gives a 
pale yellow, flocculent precipitate, which soon blackens on boiling, 
silver oxide and toluene being produced : 

2C7H7B02HAg + 3 H 2 O =2C7H8 +2B{0H)3 +Ag20 

With mercuric chloride, o-tolyl mercuric chloride is formed : 

C,H7.B.(0H)2-fHgCl2+H20=C7H,HgCl-f-HCl-FB(0H)3 

m-ToIyl boric acid, M.pt. 137° to 140® C., reacts with mercuric 
chloride, yielding m-tolyl mercuric chloride. Its isohdyl ester, CgH^. 
01136(0,04119)2, is a liquid, B.pt, 195® to 207® C. at 66 mm., and it may 
be prepared by the following general reaction : — 

RMgX+B(OR')8-=BR(OR')2+R'O.MgX 
which is carried out under pressure.* 

^ Krause and Nitsche, Rer., 1922, 55 , IB], 1261; Krause, German Patent, 371467; 
Chem* Zenir,, 1923, u. 1089. 

* Mickaei^ JScr., 1894, 27 , 244. 

’ Miohaehs, f6»dL 

* Khotinsiky and iBdelamjed, Ber., 1909, 43 , 3090. 
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p-Tolyl boric acid, M.pt, C,, yields p-tolyl mercuric chloride 
by the usual treatment, .in alkahne solution of potassium perman- 
ganate oxidises the methyl group to carboxyl, when p-carboxy-phenyl 
boric acid is formed. IIOOC.C6ll4.B(OH)2,as white, glistening, refractive 
needles, M.pt. 225' C. The crystals are easily soluble in hot water or 
alcohol, less soluble in ether or benzene, and when heated no anhydride 
is formed. Rapid heating decomposes the comiX)und to benzoic acid and 
meta-boric acid : 

X’OOII 

CgH/ ==CensC00H+R0(01I) 

MJ(0H)2 

this reaction being similar to that of the related phosphorus derivative, 
namely : 

/fOOII 

CjH/ =C 6 H 5 C 00 II-f-HP 03 

\P0(0II)2 

The reaction with mercuric chloride takes a somewhat different course 
in the case of this coniijound : 

/COOH /COOH 

Cell/ -fHgCl2-|-H20=C6H/ -fHCl+B(OH)3 

\B(0H)2 ^HgCl 

This cliloromercuri benzoic acid is a white, crystalline powder, M.pt. 
272'^ C., soluble in absolute alcohol and insoluble in water, dissolves in 
aquc<jus alkali<*s, but is rcprecipitated by acids. The barium salt of 
p-earboxy-phenyl boric acid. 


'B— OH 

Cgli; \ -l-HaO 
' COO-^a 


is obtained as a white precipitate by the action of barium chloride on a 
carbon dioxide-free, ammonineal solution of the acid. It is very soluble 
in cold water, but the solubility diminishes with rise of temperature. 
At 2(){f C, the water of crystallisation is not driven off, and the hydroxyl 
group Ijound to the boron atom is unaffected. 

Two lead salts are known, both wdiite powders, namely : 

[HO(HOPbO)BC,H4COO]2Pb and (Pb02B.CeH4C00)2Pb.2H20 

The silver salt, AgO.CO.C«H4.B(OH)OAg, is a wdiite precipitate, 
easily decomposed, and yellow when dry. On heating with water it 
first becomes browm, then black, and silver oxide separates, along wdth 
boric and benzoic acids, or silver benzoate. 

o-Anisyl boric acid occurs as small, glistening plates, from hot 
water, M.pt. 165® C. ; the piim acid yields white tablets of the mono- 
clinic system, melting at 201° to 203° C., soluble in ether, hot alcohol, or 
benzene, less soluble in hot water. It reacts with ammoniacal silver 
solutions in the usual way, and yields p-anisylmercuric chloride with 
mercuric chloride. 

o-Phenetyl boric acid crystallises from water in small, white 
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needles, M.pt. 171° C. ; the para compound in clusters of feathery, 
glistening needles, M.pt, 159° C., which are easily soluble in cold alcohol, 
ether, or hot benzene. Both compounds react with mercuric chloride, 
but neither of them yields an oxide on heating, or forms salts, these 
properties being shared by the anisyl compounds. 

Benzyl boric acid, M.pt. 161° C.,^ forms an imhutyl ester^ B.pt. 
180° to 196° C. at 36 mm. 

o-Xylyl boric acid^ yields fine, colourless needles, M.pt. 190*5° C. ; 
the meia acid is obtained by heating the oxide with water, its diethyl 
ester being a colourless liquid, B.pt. 160° C., formed when boron m-xylyl 
dichloride is dropped into a large excess of absolute alcohol. The para 
acid crystallises from water in feathery groups of hair-like needles, 
M.pt. 186° C., >vhich slowly change to the oxide in the desiccator. 

a -Naphthyl boric acid^ crystallises in fine, colourless needles from 
water, sintering at 242° C. and melting at 259° C. It is easily soluble in 
ether, alcohol, hot water, with dilliculty in petroleum ether or cold 
water. a-Naphthyl mercuric chloride may be isolated from the acid 
ill the usual way. When boiled with water, particularly in the presence 
of alkali, the acid yields naphthalene and boric acid : 

CxoH7B(OH),+H20=C,oH3+B(OH)3 

Although the acid reddens litmus, it only forms salts with difficulty ; 
the barimii and silver salts are known, the latter reacting with water 
to produce naphthalene, silver oxide, and boric acid. 

jS- Naphthyl boric acid exists in two modifications. When re- 
cr^'stallised from w’ater, colourless plates are produced, melting at 248° C. ; 
these \vhen dissolved in a little alcohol, and the solution poured into cold 
water, a])pear as the second modification, in fine needles, M.pt. 266° C. ; 
recrystallisation from hot water changes this second form back into the 
lirst. The latter modification acts towards alkali and mercuric chloride 
as the a-naphthyl acid. The barium salt forms pale reddish plates, 
easily soluble in hot water, and the silver salt is also known. ‘Distilla- 
tion of boron-^-naphthyl dichloride and sodium methylate under 50 mm. 
pressure leads to the formation of the methyl ester of the acid, w'hich is an 
odourless, thick, colourless liquid, boiling at 160° to 180° C, at 50 mm. 
It fumes in air, and changes to the oxide when treated with water. 

The following oxides are formed either by the action of water on the 
di halides or by dehydration of the acid in vacuo. Those obtained by 
the first method are marked (A), by the second (B). 

Phenyl boron oxide, (A) and (B). 

o-Tolyl boron oxide, (B), is a white powder, soluble with difficulty 
in alcohol or ether, and supposed to be formed when the acid melts. 
The corresponding para oxide, (B), melting at 257° to 258° C., is recon- 
verted by hot water to the acid. 

o-Xylyl boron oxide, (B), M.pt. 226° C. — ^The dehydration of the 
acid in this case only requires forty-eight hours, but in the case of p- 
xylyl boric acid three weeks is needed to complete the change. 

m-Xylyl boron oxide, (A), crystallises from ether in white needles, 
M.pt. 202° C., is soluble in alcohol or benzene, but insoluble in cold water. 
A solution of the oxide in very dilute ammonium hydroxide, when treated 

^ Khotansky and Melamed, JSer., 1909, 42 , 3090 ; Kranse, €lerman Patent, 371467 ; 
C%tm. ZeMr.f 1923, ii. 1069. 

^ Michaelis, Afmalm, 1901, 315 , 19. 


* HichaeliB, R€f., 1694, 27 , ^^^44. 
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witli silver nitrate, gives a pale yellow precipitate of the acid silver salt, 
CsH^BCOHKOAg), 

p-Xylyl boron oxide, (B), M.pt. 170° C., forms a salt as above. 

Pseudocumyl boron oxide, (A), crystallises from ether in white, 
glistening needles, M.pt. 211° C., insoluble in water, easily soluble in 
the usual organic solvents. 

a-Naphthyl boron oxide is a white, micro-crystalline po\vder, 
difficultly soluble in ether or j^etroleum etlier, but more soluble in alcohol. 

jS -Naphthyl boron oxide, (B), may be prepared also by the action 
of sodium ethoxide upon boron naphthyl dichloride : 

CioHyBCl 2 -f 2XaOEt ==CioH 7 BO +2XaCl +Et^O 

The oxide crystallises in line, colourless needles, M.pt. 266° C., is soluble 
in alcohol, with difficulty in ether, and insoluble in light petroleum It 
requires prolonged boiling with -vvater to change it back to the acid. 

Aluminium. 

Alkyl Compounds of the Type R3AI. 

Aluminium trimethyl, McaAl, is a fuming liquid, spontaneously 
inflammable in air, solidifying to a crystalline mass about 0° C. It was 
no doubt obtained for the first time by Cahours,^ but only in small 
quantities, by the action of mercury dimethyl upon aluminium at 100° 
to 180° C. The work has been repeated,^ the same components being 
heated for several hours in a sealed tube placed in a w’ater-bath. The 
compound obtained is then distilled over fresh aluminium, and after- 
wards distilled in hydrogen, the liquid distilling at 130° C. The 
boiling-point® is 127° to 120° C., and vapour density determinations 
indicate that the substance has the simple formula, MegAl.*^ 

Aluminium triethyl may be prepared in a similar mamier to the 
methyl com}x>und.^ Aluminium triethyl is a liquid, B.pt. 194° C. when 
distilled in hydrogen ; it does not solidify at —18° C. It is decomposed 
with explosive violence by water ; with iodine it yields ethyl iodide and 
iodine derivatives. At 234° C. the vapour density is 4-5 (theory 3-9), 
the refractive index having the value 1-480 at 6*5° C. 

A compound of aluminium triethyl with aluminium bromide has also 
been described, (€ 2115 ) 8 ALAlBr^, but its existence seems doubtful.® 

Aluminium tripropyl,’' formed in the usual way at 130° C., is a 

1 Cahourfl, Anjkjlen, 1860, 114, 242. 

* Buckton and Odling, Anmkn, Supp,, 1865-1866, 109-113 ; Proc. Boy, Soc., 1865, 
14, 19. 

* Quinckfi, ZeiiBCh, physiked, Ckem., 1889, 3, 164. 

* ^ Louise and Roux, Compt. rend., 1888, 107, 601 ; BuU. Soc, chim,y 1888, [2], 50, 
51 1, Buckton and Odling gave the following figures for the vapour density : 2*80 at 240* C. ; 
2*80 at 220® 0. ; and 2*81 at 220° C., theory requiring the value 2*5 ; the refractive index 
is nw^* 1-432 (Bleekrode, Bee, irav, chirn,, 1885, 4 , 80). 

* Cahours states that aluminium and ethyl iodide when heated in a sealed tube for 
24 iioUTB at 130° give rise to a colourless liquid, fuming in air and boiling at 340° to 350° 0. 
It is found to be a double compound of aluminium iodide and aluminium triethyl, but 
treatment with zinc ethyl decomposes it with the formation of zinc iodide and aluminium 
triethyl. A similar observation was made by Hallwaohs and Schafarik (Antiakn, 1859, 
109, 207), but these investigators only appear to have isolated the double compound 

» Furstenhoff, Ohem, Zentr., 1904, i. 785. 

^ Cahours, Jahresber,, 1873, p. 518 ; Ben, 1873, 6, 567 ; Com-jpi. rend., 1873, 76, 133, 
748, 1383 ; Louise and Roux, loc, cU, 
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colourless liquid, inflammable in air, B.pt. 248'^ to 252’ C. It yields 
with water, propane and aluminium hydroxide. 

Aluminium tri-isobutyl ^ is a colourless liquid, ruminiy in air. 
Aluminium tri-isoamyl is a liquid, boiling about 25()’ C. at 80 to 
100 mm.; vapour density determinations indicate the formula to be 


Aluminium Trialkyl Etherafes.^ 

Aluminium triethyl -ether ate, 4AlEt3, 3Et20, may be obtained 
in several ways, namely : 

1. By the action of ethyl bromide on an alloy of magnesium and 
aluminium in the presence of dry ether. The alloy contains 15-10 per 
cent, of aluminium, 0-24 per cent, of silicon, and traces of iron and 
calcium. The reaction mixture is cooled, and the ethyl bromide added 
in small portions, as the reaction is vigorous. After completion, the 
ether is distilled off and the residue distilled in nitrogen under reduced 
pressure, namel3% at 140® to 180° C. at 14 to 10 mm. 

2. From aluminium triethyl and anhydrous ether. 

3. In quantitative yield from ethyl magnesium bromide and anhy- 
drous aluminium chloride. 

The etherate is a colourless, mobile liquid, B.pt. 112° C. at 16 mnn, 
and is stable in*a sealed tube, even when exposed to light. It reacts 
with explosive violence with water, hut is not spontaneously inflammable 
in air, although it undergoes rapid decomposition. At atmospheric 
pressure its boiling-point is 216° to 218° C., slight decomposition taking 
place. The following physical constants have been determined ; 
B.pt. 110-5° C. at 18-5 mm. ; density at 17-4° C., 0-8200 ; iinn 1-48488 ; 
ni) 1-48700 ; 1-44849 ; 1-44884 at 17-4° C. 

Aluminium trimethyl etherate, B.pt. 68° C. at 15 mm., tends to 
be spontaneously inflammable. 

Aluminium tripropyl etherate, B.pt. 185° C. at 18 mm., fumes 
strongly in air. 

Alkyl Compowids of the Types RgAlX and RAlXg. 

Aluminium powder and dry ethyl iodide, free from alcohol, react in a 
nitrogen atmosphere to give a mixture of these types of compounds. In 
air, the compounds are spontaneously inflammable, but the etherates do 
not exhibit this property.'* Aluminium diethyl iodide is a clear, mobile 
liquid, B.pt. 118° to 120°C. at 4 to 5 mm., density 1-609 at 27° C. Alumin- 
ium ethyl di-iodide has M.pt. 85° to 87° C., B.pt. 158° to 160° C. at 
4 mm. When its ethereal solution is treated with benzoyl chloride, aa- 
dibenzoylethane, a little propiophenone and ethane are formed.® Acetone 
and acetophenone with aluminium ethyl or isoamyl iodid^ 3deld mesityl 
oxide and triphenylbenzene respectively.® The following compounds 
have also been obtained : Al2l3(NHji)3.Et20, from aluminium ethyl 
iodide and ammonia ; Al2l3(NHEt)3.Et20, from aluminium propyl 

1 Cahours, Oompt. rend., 1873, 77 , 1403. 

* Lotto and Roux, he. cU. 

* Krause and Wendt, Ber., 1923, 56 , [Bl, 466. 

* Grknard and Jenkins, Compt. rind., 1924, 179 , 89. 

* Xi^ne, Ata. M. Acoad. lAncei, 1925, [yil i, 2^, 443. 

* Leone and Braioovie, AtH. M. Acoad. Lincei, 19^, [v.l 33* ^7. 
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iodide and ethylamine; Al2l3(NMe2)3.Et20, from aluminium propyl 
iodide and dimethylainine ; AUIalNHPii )3.Et20, from aluminium 
ethyl iodide and aniline. All these compounds are white, crystalline 
powders, decomposed by moisture with evolution of ammonia. 


Aluminium Compounds from Methylene Iodide. 

'When aluminium and methylene iodide are allowed to stand for a 
considerable period, a reaction takes place and the mixture solidifies. 
The compound is white, crystalline, and hii!4hly reactive.^ If the 
reaction is allowed to take place in anhydrous ether, the aluminium 
dissolves, a heavy liquid is obtained, and ethylene evolved. The re- 
action is rej)resented as taking place as follows : — 

3CH2I2 +4Al==3CHo : All +AII3 
GCll 2I2 +4A1=3C2H4+4A1I3 

^V^th methylene bromide a similar compound is obtained, but the 
reaction is slower and less ethylene is evolved. The compounds yield 
additive products with iodine, CH2l.AlBrI, and the latter when decom- 
posed by water gives methyl iodide: ^ 

CH2LAlBrI+H20=CH3l+AlBrLOH. ^ 


Aryl Compounds of the Type RjAl. 

Aluminium triphenyl, PhjAL® — Five grams of mercury diphenyl 
and 1 gram (4 mols.) of aluminium sheet cut into small pieces are 
heated in complete absence of air and moisture in a stream of hydrogen 
or nitrogen. At 140" C. the reaction takes place with considerable 
evolution of heat and goes quantitatively to completion in ten to 
lifteeii seconds. The reaction mass contains some metallic mercury, 
amalgamated aluminium, and a faint yellow, viscous product, which 
crystallises on standing. It is washed with dry ether, in which the 
bulk dissolves leaving a small residue which is filtered off, and the 
ether is then removed in vacuo. The product thus obtained as fine, 
white needles, M.pt. 112® to 113® C., contains 1 mol. of ether of 
crystallisation (PhgALEtgO) ; this on removal by heat gives pure 
aluminium triphenyl, M.pt. 196® to 200® C. In compact masses the 
decomposition by air is slow, but dry air passed through the ethereal 
solution produces a white, amorphous precipitate, probably phenyl 
aluminium oxide (PhAlO). With water the compound inflames, alumi- 
nium hydroxide, benzene, and diphenyl being formed. Its addition 
compound wuth ether is only stable in perfectly dry solvents. Alumi- 
nium triphenyl reacts with alcohol with evolution of heat, but the 
comjwund produced does not appear to be the alcoholate, but an 
infusible compound, which yields some benzene and a strong smell of 
phenol on treatment with water. 

Condensation products formed by acetone and chloroform do not 
appear to have been very thoroughly investigated, but iodine decomposes 
aluminium triphenyl, yielding aluminium iodide and iodobenzene. 

^ Thomas, Compt. rend,^ 1922, 174 , 464. 

* Faiilebin, Oompt, rend., 1922, 174 , 112. 

* Hilpert and Griittner, Ber., 1912, 45 , 2828. 
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IndiumA 

Indium diphenyl chloride. — Indium trichloride - from MO ^^rams 
of metallic indium, and 10-77 grams of mercury diphenyl (3 luols.j 
are boiled with 50 c.c. of xylene for thirty-seven hours. After filtering, 
the residue mostly melts at 245“^ to 250^" C., ]jut a portion docs not melt 
at 295^ C. The mass is extracted in a Soxhlet apparatus with dry 
benzene to remove any mercury compounds, and the residue in the 
thimble (0*647 gram) is organic and found to be indium diphenyl chloride. 
It is a crystalline, cream-coloured powder, insoluble in the usual organic 
solvents, and does not melt at 350° C. 

Indium phenyl oxide. — Metallic indium (1*5 grams) and 2*25 
grams of mercury diphenyl are heated at 270° C. in a nitrogen atmosphere 
for thirty minutes, the operation being carried out at a pressure of 
17*2 mm. After cooling, the product is extracted with dry ether and 
the solvent allowed to evaporate spontaneously. An oil remains whicii 
solidifies on the addition of light petroleum. This is taken up in ether 
and reprecipitated with light petroleum, when a cream-coloured organic 
compound is obtained. It does not melt at 200° C., and its composition 
corresponds to CeHglnO.IugOa. It is insoluble in cold benzene, and 
only sparingly soluble in cold glacial acetic acid. 


Thallium. 

Alkyl Derivativea of the Type R^TIX. 

Thallium dimethyl chloride, (CIl3)/nCb is ))repared by dissolv- 
ing the sulphydrate in acetic acid, and after boiling to expel the 
hydrogen sulphide, dilute hydrochloric acid is added. On cooling, the 
chloride separates in glistening, white, shimmering plates, which do not 
decompose at 280° C.^ 

Thallium dimethyl bromide may be obtained by the interaction 
of magnesium methyl bromide and thallic chloride, and crystallises 
from dilute ammonia containing sodium bromide in white, silver, 
glistening plates, which do not melt at 275° C. When treated with 
silver fluoride it yields thallium dimethyl fluoride, which de- 
composes above 230° C. It forms a hydrate containing 12 mols. 
of water.'* 

Thallium dimethyl iodide. — This compound is obtained^ by 
treating the mother-liquors from the above bromide with potassium 
iodide, the decomposition temperature of the product being given as 
264° to 266° C. It may also be prepared by the action of magnesium 
methyl iodide on thallic chloride. Obtained in this manner it only shows 

^ Goddard, unpublished. 

* In order to prepare this salt, metallio indium is placed in a porcelain boat in a com- 
bustion tube into which chlorine is iiassed, the other end of the tube being protected from 
moisture by means of a calcium chloride tube. When all the air has been dis|dbced, the 
tube is carefuUy heated, the indium burning with a pale blue Eame, ^d the teiohloride 
subliming in white ciystals along the tube. After cooling, the chlorine is replaced 
nitrogen and the chloride washed into a flask with dry ether, 

* Meyer and Berfcheim, JSter., 1904, 37, 2051. 

* Krause and Groes^ JSsr., 1925, $8, [BJ, 272. 

* Meyer and Bertbeim, he, cU, 
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slight decomposition at 205'’“' C,, and does Jiot melt at 300' C.^ The 
reaction takes jdace according to the equation : 

TlCIa -f 2JrgRI =TlR2l +*MgCl ^ +MgClI 

The iodide crystallises from hot water or dilute ammonium hydroxide 
in shining silvery plates, which are only slightly soluble in alcohol or 
acetone, and insoluble in ether or light petroleum. 

Thallium dimethyl hydrosulphide - 'When an excess of yellow 
ammonium suljJiide is added to an ammoniacal solution of thallium 
dimethyl bromide, a white precipitate of the hydrosulphide separates. 
This is washed with hydrogen sulphide water to purify it, but it tends to 
fonn a colloidal solution, which is difficult to filter. When dry it de- 
composes with explosion on heating or in contact with fuming nitric 
acid. It dissoh'cs in dilute nitric acid, with the sejiaration of sulphur; 
and in dilute sulphuric or acetic acid, with the evolution of hydrogen 
sulphide. 

Thallium dimethyl carbonate. — This compound crystallises in 
large, iiexagonal plates from the solution occurring from the interaction 
of thallium dimethyl iodide and silver oxide, after boiling and evaporat- 
ing in air, the hydroxide formed during the reaction absorbing carbon 
dioxide. It is \xTy soluble in water, moderately so in alcohol or acetone, 
and slightly solubie in ether. By treatment with mineral acids carbon 
dioxide is evoh'ed and salts are formed. 

Thallium dimethyl nitrate is formed when silver nitrate and 
thallium dimethyl iodide are boiled together in aqueous solution. The 
salt does not melt at 300° C. and crystallises from alcohol in shining, 
white plates, which are soluble in water and acetone, but less soluble in 
ether. 

Thallium dimethyl chromate is prepared as above, using silver 
eliroinate, and forms brilliant yellow plates from water, these decom- 
posing at 255° C. without melting. The chromate is very soluble 
in water, alcohol, or acetone, and dissolves slightly in ether or light 
petroleum. 

The following methyl compounds have been prepared by treating 
thallium dimethyl iodide with silver oxide, boiling the mixture until all 
the thallium compound has dissolved, and then adding to the solution of 
thallium dimethyl hydroxide thus obtained, the nitrophenol or nitro- 
crcsol, and evaporating the whole until crystals appear.^ 

Thallium diniethyl o-nitropheuoxide crystallises from water 
in brick-red needles, which melt at 237° C. It is easily soluble in warm 
alcohol or pyridine, moderately soluble in acetone, chloroform, or 
toluene, slightly soluble in ether or carbon tetrachloride, and insoluble in 
light petroleum. 

Thallium dimethyl m-nitrophenoxide is isolated both as the 
acid and normal salt. The former has' the formula, CgHigOgNTl. 
CgllfiOgN, and crystallises from water in brilliant red cubes, which soften 
at 150° C., and melt to a clear red liquid at 159° C. The normal com- 
pouiid, however, crystallises in yeUowish-orange plates, which melt to a 
red liquid at 202° C., the latter decomposing on boiling. This form may 
also be derived from the acid variety by treatment with alcohol or 
ether. It is soluble in cold pyridine, acetone or warm alcohol, moder- 

^ Goddard, Trans, Chem. Soc,, 1921, 119 , 672. 

* Goddard, ibid,, 1310. 
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ately soluble in ether, toluene, or cliloroform, and insoIu]>le in carbon 
tetrachloride or light i^etroleuni. 

Thallium dimethyl p-nitrophenoxide crystallises from alcohol 
in yellow ])lates, which darken at 273® C. and expfode violently at 275® C. 
It is easily soluble in cold pyridine, moderately soluble in alcohol or 
acetone, and insoluble in other organic solvents. 

Thallium dimethyl 4 : 6-dinitro-2-aminopheiioxide. — This 
compound, which is ol)tained by the use of picrarnic acid, crystallises 
from water in small, deep reddish-\dolet plates, darkening at 220® C. and 
melting with decomposition at 236® C. It is easily soluble in alcohol, 
acetone, or pyridine, moderately soluble in ether, and insoluble in 
chloroform, carbon tetrachloride, toluene, or light petroleum. 

Thallium dimethyl 3-nitro-o-tolyloxide crystallises in deep red 
plates, which have a brown reflex, and melt to a deep red liquid at 18G-5® 
C. The salt is readily soluble in cold pyridine, warm alcohol, acetone, 
ether, toluene, or chloroform, moderately soluble in carbon tetrachloride, 
and slightly soluble in light petroleum. The colour of all these solutions 
is red, dilution not completely destroying the red tone. 

Thallium dimethyl acetate is formed when thallium dimethyl 
hydroxide solution is treated with acetic acid, the concentrated solution 
yielding elongated plates, M.pt. 293® C. The acetate is very soluble in 
w^ater, alcohol, or acetone, less soluble in ether or petroleum. 

Thallium diethyl chloride. — ^This derivative was first obtained 
by the action of zinc diethyl on thallic chloride.^ Hansen stated that 
his compound was soluble in hot water, alcohol, and ether, crystallised 
in silky, glistening crystals, which remained unmelted at 225® C., and 
decomposed with explosion on sudden heating, forming thallous chloride 
and a gas. The specimen obtained by Hartwig * w^as scarcely soluble in 
ether, and wdien heated in the dry state in a paraffin bath to IDO® C. 
decomposed with slight explosion, an inflammable gas being evolved. 
Another preparation ® from the interaction of magnesium etliyl chloride 
and thallic chloride w^as stated to decompose at 205® to 206® C., and to be 
more difficultly soluble than the methyl compound. The present author, 
however, from his observations of these thallium compounds, is in- 
clined to believe that this chloride does not melt even at 300° C. 

Thallium diethyl fluoride decomposes above 170® C. and forms 
a hydrate crystallising in plates. 

Thallium diethyl bromide is easily isolated from magnesium ethyl 
bromide and thallic chloride; its solubility falls between that of the 
chloride and iodide, and it remains unmelted at 300® C. 

Thallium diethyl iodide crystallises from water in white plates 
when quite pure, and investigators differ regarding its temperature of 
decomposition.^ It may be prepared from the corresponding chloride or 
bromide by the addition of potassium iodide to their aqueous solutions, 
or by the interaction of thdlium diethyl sulphate and barium iodide, 
also by use of the Grignard reagent. It is difficultly soluble in water, 
alcohol, or ammonia, but may easily be recrystallised from pyridine. 

Thallium diethyl hydroxide.— All the above halide compounds 
when boiled with silver oxide give a solution of the hydroxide, and when 

^ Hansen, Rfer., 1870, 3, 9 ; Hart'wig, iM,, 1874, 7 , 298. 

® Hartwig, Anmlen^ 1875, 176 , 257. 

3 Meyer and Bertheim, Her., 1904, 37» 2051. 

* Hartwig give® 196® 0.; MbyerandBerthcim, 186®tol87®C, ; Goddard, above 300® C. 
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inakiuji salts such a solution mav 1 k‘ used, since it is not necessary to 
isolate the soliil hjdroxide. This, however, may he accomplished as 
follows : «i-i {.'rams of thulliuni tlietliyl iodide arc dissolved in 300 c.c. 
of hoiliuK water, and tiie silver oxi<le derived from 20 fframs of silver 
nitrate added, wliiKt the whole is kept boiliii'r by Icadinjf in steam until 
a test portion of the filtrate is halo«eii-free. The liquid is then filtered 
in earhou dioxide-free air, and evaporated to a small bulk in a stream of 
hydrojjen. After e(M>lin}r in the }jas stream, a white, crystalline mass 
appears, and this is dried in vncuo over phosphorus pentoxide and soda 
lime. The base tlius obtained melts at 1 27'" to 128= C., is very soluble in 
water and alcohol, the solutions actinjj stronj^Iy alkaline towards litmus, 
and ra]»idly ahsorhintt earl>on dioxide from the atmosphere.^ It explodes 
in contact with fuminjf iiitrie acid, prcxiipitates the hydroxides ol metals 
fnini tlicir solutions, and violds salts when treated with acids 

or eompouiuls contaiuiiii; acid irroupiiif's. 

Thallium diethyl hydrosulphide is jirepared in a like manner to 
the dimctJivl eomiiouiul and possesses similar properties. 

Thallium diethyl carbonate.- -When the eorresjjoudinjj bromide 
or iodide is Isjilcd with silver oxide in aqueous solution, and the filtrate 
evaporated in the presence of air, the carbonate is deposited in glistening 
needles, which decompose at 204= ('. The salt may be recry’stallised 
from alcohol, or jirceipitated from alcoholic solution by ether, and it is 
less soluble in hot water than in cold. Its solutions show an alkaline 
reaction, and when treated with acids, salts are formed with the evolu- 
tion of carljon dioxide. 

Thallium diethyl hydrogen carbonate.— When the above salt 
is dissolved in water and the solution saturated with carbon dioxide, 
the addition of alcohol precipitates the hydrogen carbonate as a white, 
crystalline powder. This in solution reacts feebly alkaline, but if the 
solution be evajwrated by lieating, the normal salt is again fonned. 

Thallium diethyl nitrite.^— A suspension of thallium diethyl 
iodide in acetone is shaken with the calculated amount of silver nitrite 
for one hour, and allowed to stand overnight. After filtration, the 
acetone solution is evaj)orated, tlie nitrite crystallising in large trans- 
parent j)lates, which remain unraelted at 290= C. It is also completely 
soluble in hot jjyridine, but imsoluble in other organic solvents. 

Thallium diethyl nitrate.— When the aqueous solution derived 
from the interaction of thallium diethyl chloride and silver nitrate is 
eoneentrated. w'hite plates are deposited. This compound, which is 
the nitrate, is said by Ilartwig to explode at 236° C., but this seems 
doubtful, comsidering that the nitrite does not decompose at 800° C. The 
conipoimd is moderately .soluble in ■water, with difficulty in alcohol, and 
insoluble in ether. 

Thallium diethyl sulphate may be prepared by the same method as 
the nitrate, and crystallises in plates or needles, which are stated to 
explode alwve 205° ('. It is soluble in water, ether, or alcohol. 

Thallium diethyl phosphate crystallises in needles, exploding at 
189° C. and easily soluble iii water and alcohol, slightly soluble in ether. 

Thallium diethyl chromate is dejwsited from aqueous solution in 
brilhant yellow plates, which are also very soluble in alcohol, but less so 
in ether. ” The chromate decomposes with violent explosion at 198° C. 

Thallium diethyl thiocyanate fonns small, colourless plates, 
* Goddard, TraiM, Ohem. Soc,^ 1922, 121 , 37, 
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which are readily soluble in water or alcoliol, but only slitrhtly so iu 
ether. The compound is quite stable up to 300"* C. 

Whilst the fore^yoing conipoimds were prepared by the action of 
silver salts on thallium diethyl halides, those now to be described 
were obtained by direct action of acid compounds on thallium diethyl 
hydroxide solutions.^ 

Thallium diethyl acetate crystallises in short white needles, M.pt. 
232° to 233° C., and has a similar solubility to the correspondin<^ methyl 
compound. Hartwig described an acetate which slightly blackened at 
212° C., and distilled unchanged at 245° C. 

Thallium diethyl trichloroacetate forms white, crystalline plates, 
which do not melt at 300° C. The salt is very soluble in water, alcohol, 
or acetone, but less so in light petroleum. 

Thallium diethyl propionate, M.pt. 228° to 229° C., occurs in fine, 
short needles, completely soluble in hot alcohol, ethyl acetate, toluene, 
or acetone, in cold pyridine or chloroform, moderately soluble in hot 
ether or carbon tetrachloride, and slightly soluble in light petroleum. 

Thallium diethyl valerate yields small needles, M.pt. 215° C., 
which are completely soluble in cold alcohol, ether, pyridine, chloroform, 
or hot carbon tetrachloride, moderately soluble in cold toluene, acetone, 
or ethyl acetate, and insoluble in light petroleum. 

Thallium diethyl n-hexoate forms transparent needles, half an 
inch in length, softening at 182° C. and melting at 190° C. ; except 
for its solubility in light petroleum, it agrees in all respects with the 
valerate. 

Thallium diethyl n-octoate occurs as long, transparent needles, 
M.pt. 159° C., which exhibit similar solubility to the hexoate. 

Thallium diethyl lactate crystallises in small plates from alcohol, 
which decompose suddenly without melting at 267*5° C. The salt is 
soluble in cold water, acetone, or alcohol, and easily soluble in boiling 
chloroform, toluene, or ethyl acetate. 

Thallium diethyl p-nitrobenzoate yields microscopic needles, 
M.pt. 213° C., which are completely soluble in cold pyridine, moderately 
soluble in alcohol or chloroform, slightly soluble in carbon tetrachloride, 
toluene, ethyl acetate, or acetone, and insoluble in ether or light petro- 
leum. 

Thallium diethyl p-iodobenzoate forms small white needles, 
decomposing with slight explosion at 220° C. and having a similar 
solubility to the p-nitrobenzoate. 

Thallium diethyl m-bromobenzoate yields small, white needles, 
which decompose with considerable gas evolution at 220° C., and with 
the exception of its insolubility in acetone, the compound resembles 
the nitrobenzoate. 

Thallium diethyl o-nitrophenoxide softens at 200° C. and melts 
with decomposition at 210° C., crystallises from water in brilliant scarlet 
plates which are soluble in cold alcohol, ether, chloroform, acetone, or 
boilmg toluene, and are insoluble in light petroleum. 

Thallium diethyl m-nitrophenoxide forms brownish-orange, 
oblong plates, M.pt. 196° C., after darkening at 194° C. The ^mpound 
is less soluble in the above-named solvents than the ortho derivative. 

Thallium diethyl p-nitrophenoxide crystallises from wato in 
lemon-yellow, rhomboidal plates, darkening at 233° C. and melting at 
^ Goddard, Tram. Ckem^ 1922, Z 2 i, 3$. 
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288" 0. It is less soluble iu water than the ortho- and meta-compounds, 
only moderately soluble in alcohol, acetone, or chloroform, less soluble 
in ether, and insoluble in boiling toluene or light petroleum. 

Thallium diethyl 2 : 4“dinitrophenoxide forms brownish-orange, 
crystalline plates, M.])t. 1 74“ C, The salt is easily soluble in’hot pj’ridine, 
moderately soluble in alcohol, acetone, or ether, slightly' soluble in 
chloroform or toluene, and insoluble iu carbon tetrachloride or light 
petroleum. 

Thallium diethyl 2 ; 6-dinitrophenoxide forms deep orange 
plates, sintering at 182“ C. and melting with decomposition at 190“ C. 
The salt is completely soluble in cold alcohol, ether, or acetone, gmng 
yclloAV solutions in pyridine, ethyl acetate, chloroform, or hot toluene, 
fairly soluble in carbon tetrachloride, and insoluble in light petroleum.’^ 

Thallium diethyl 2:4; 6-trinitrophenoxide crystallises from 
water in golden-yellow, oblong plates, which darken at 200“ C. and 
melt with decomposition at 204“ C. The salt is very soluble in water or 
cold alcohol, ether, chloroform, or acetone, moderately' soluble in boiling 
toluene, and insoluble in light petroleum. 

Thallium diethyl 4 : 6-dinitro-2'aminophenoxide gives small, 
carmine-red plates, which have a metallic lustre and explode violently 
when moistened with fuming nitric acid. The salt darkens at 140“ C., 
melts with decomposition at 159“ C., and is moderately soluble iu alcohol, 
acetone, or pyridine, slightly soluble in chloroform, ether, or toluene, 
and insoluble in carbon tetrachloride or light petroleum. 

Thallium diethyl hexanitrodiphenylamine crystallises in bril- 
liant carmine plates, having a violet refle.x, M.pt. 224“ C. It is soluble in 
cold alcohol, acetone, ether, pyridine or ethyl acetate, and insoluble in 
toluene, light petroleum, chloroform, or carbon tetrachloride. 

Thallium diethyl 4-nitrosophenoxide. — This salt is only isolated 
in the form of its acid salt, CioHi 40 aNTI,CgH 402 N. From water it is 
dejmsited in blue-black needles having a \1olet reflex, these crystals being 
completely soluble in pyridine , slightly soluble in acetone or alcohol, 
giving a brown solution in the latter, and insoluble in other organic 
solvents. 

Thallium diethyl 3-nitro-o-tolyloxide crystallises in deep red 
plates hanng a green reflex, M.pt. 190“ to 191“ C., and is easily soluble in 
cold alcohol, ether, chloroform, pyridine, or boiling toluene, moderately 
soluble in water or hot carbon tetrachloride, and slightly soluble in light 
petroleum. 

Thallium diethyl 4-i)itro-m-tolyloxide gives pale red plates, 
darkening at 220“ C. and exploding violently at 228“ C. The salt is 
moderately soluble in alcohol, ether, or pyridine, slightly soluble in 
toluene, chloroform, or carbon tetrachloride, and insoluble in light 
2 )etroleum. 

Thallium diethyl 6-nitro-m-tolyloxide, obtained in small 
lemon-yellow plates, darkens at 210“ C., and melts with decomposition 
at 210-5“ C. It is easily soluble in cold pyridine, hot alcohol, or acetone, 
slightly soluble in ether or chloroform, and insoluble in carbon tetra- 
chloride, toluene, or light petroleum. 

Thallium diethyl 3-nitro-p-tolyloxide is deposited from aqueous 
solution in small, ruby-red, rhomboidal plates, having a green lustre. 
It softens at 200“ C. and melts at 206“ C., is easily soluble in hot 
* Goddard, Trans. Chem. Soe., 1923, 123, U67. 
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pyridine, moderately soluble in chloroform or toluene, sliji^litly soluble 
in alcohol, ether, acetone, or carbon tetrachloride, and insoluble in 
light petroleum. 

Thallium diethyl 5-nitro-o-tolyloxide. — ^This derivative is 
obtained in the form of its acid salt, C11H16O3NTLC7H7O3N, wliich 
softens at 165° C. and melts to a red liquid at 181-5*“' C* The salt 
crystallises in brownish-yellow plates, which are easily soluble in cold 
water, pyridine, warm alcohol, or acetone, moderately soluble in ether 
or chloroform, slightly soluble in toluene, and insoluble in carbon tetra- 
chloride or light petroleum. 

Thallium diethyl dinitro-o-tolyloxide crystallises in terra cotta 
plates, which blacken at 215° C. and explode with great violence at 
219° C. It is completely soluble in cold pyridine or hot alcohol, ethyl 
acetate or acetone (giving yellow' solutions in the tw'o latter), moder- 
ately soluble in toluene, ether, or chloroform, and insoluble in carbon 
tetrachloride or light petroleum. 

Thallium diethyl trinitro-m-tolyloxide forms brilliant, yello^v 
needles, which sinter at 203° C. and decompose with gas evolution at 
214° C. This compound has a similar solubility to the above dinitro 
derivative. 

Thallium diethyl dinitro-jS-naphthoxide crystallises in dull, 
greenish-yelIow% microscopic, flat-ended blades which decompose at 
208° C. The salt is completely soluble in pyridine or acetone, moder- 
ately soluble in alcohol, giving a reddish-yellowr solution, slightly soluble 
in chloroform, ethyl acetate, or ether, becoming bright yellow in the 
latter, and insoluble in carbon tetrachloride, toluene, or light petroleum. 

Thallium diethyl trinitro-a-naphthoxide is deposited in orange 
plates from aqueous solution, these sintering at 213° C. and melting with 
decomposition at 220° C. It is completely soluble in cold pyridine or 
acetone and hot ethyl acetate, moderately soluble in alcohol or ether, 
less so in chloroform or toluene, and insoluble in light petroleum or 
carbon tetrachloride. 

Thallium diethyl a-nitroso-jS-naphthoxide crystallises from 
alcoholic solution in deep green needles which melt with decomposition 
at 217° C. It is insoluble in light petroleum, and completely soluble in 
all other organic solvents, gi\ing green solutions in alcohol or carbon 
tetrachloride, and browm solutions in other solvents. 

Thallium diethyl 2:4- dinitronaphthoxide - 7 - sulphonate is 
obtained in pale orange needles which darken at 217° C., but do not 
melt at 280° C. These crystals contain 2 mols. of water of crystal- 
lisation, and are completely soluble in cold acetone or warm pyridine, 
moderately soluble in alcohol, slightly in carbon tetrachloride, and in- 
soluble in other organic solvents, the colour deepening in toluene. 

Thallium dipropyl chloride is obtained by the action of magnesium 
n-propyl chloride on thallic chloride, the yield being 70 to 80 per cent, of 
the theory. The compound crystallises from dilute aqueous ammonia 
in glistening silver plates w^hich decompose at 198° to 202° C. The 
bromide and iodide (M.pt. 183° to 185° C.) are isolated in the usual 
manner, and the hydrostdphide is more easily obtained than in the 
methyl and ethyl series- 

Thallium dipropyl hydroxide is prepared as for the oorresponding 
ethyl compound, but is only obtained as an oil, which does not solidify, 
and has not been analysed. 
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Thallium di-isopropyl chloride decomposes at 150® C., and its 
nitrate is sparingly soluble in water. 

Thallium di-n -butyl fluoride ^ is obtained from the corresponding 
bromide by treatment with silver fluoride. It forms colourless needles, 
decomposing at 220® to 240® C. when rapidly heated. In alcohols or 
water it is readily soluble, sparingly in ether. When treated in aqueous 
solution with dilute hydrochloric acid, the chloride is obtained. This 
crystallises from pyridine in thick plates, from n-propyl alcohol in thin, 
colourless plates. It is sparingly soluble in water, and practically in- 
soluble in ether. When rapidly heated to 240° or 250® C. it explodes. 
The bromide crystallises in plates from pyridine or alcohols, is sparingly 
soluble in water and explodes at 240° to 250® C. The iodide forms 
plates which explode on rapid heating, but when slowly heated decom- 
pose at 220® to 225® C., becoming first brown, then yellow. It is decom- 
posed by nitric acid with the separation of iodine. The sulphate is 
obtained from the carbonate^ the latter being formed by the action of 
sodium carbonate on the fluoride. The sulphate crystallises in plates 
or needles, M.pt. 156® to 158® C., when placed in a bath previously heated 
to 150® C. It explodes at 190® to 200® C. when rapidly heated. The 
nitrate forms thick plates from pyridine, and small needles from alcohols, 
which explode at 280® to 290® C. 

Thallium di-isobutyl chloride crystallises from hot alcohol, 
pyridine, or benzene, as well as cold ether, in long, glistening, colourless 
needles. The corresponding nitrate is a difficultly soluble, crystalline 
precipitate. 

Thallium di-isoamyl chloride explodes at 253° to 257® C., and the 
fluoride melts at 216® to 218® C. with decomposition. They have similar 
properties to the n-butyl compounds. 

Thallium di- sec -butyl chloride explodes at about 150° C. and 
crystallises in colourless needles or plates, the form depending on the 
solvent used. The nitrate crystallises in plates. 


Aryl Compounds of the Type R^TIX. 

Thallium diphenyl chloride. ^ — Sufficient dry ether is added to 5 
grams of triphenylbismuthine to effect solution, followed by 3-54 grams 
of thallic chloride in the same solvent. A white precipitate is 
immediately thrown down, and this is extracted with acetone until 
free from diphenylchlorobismuthine. The product after boiling with 
glacial acetic acid is recrystallised several times from pyridine. It is 
thus obtained in colourless, microscopic needles, which do not melt 
at 300° C., and are slightly soluble in boiling glacial acetic acid, alcohol, 
ethyl acetate, or chloroform, and insoluble in ether, acetone, or light 
petroleum. 

The same product may also be isolated by the interaction of mercury 
diphenyl (1 mol.) and thallic chloride (1 mol.) in dry ether. In this 
case, any mercury phenyl chloride which may be formed is removed 
by extraction with benzene, then furtlier purification is carried out as 
above. 

Thallium diphenyl bromide.^ — 10-3 grams of thallic chloride in 

^ Krause and Grosse, Ber,, 1926, 58 , [B], 1933. 

2 Goddard, Trans. Chem. Soc., 1922, 121 , 266, 

® Goddard and Goddard, Tram, Chem. Soc., 1922, 121 , 267. 
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dry ether are slowly added to a solution of 23-8 grams of bromobenzene 
and 3-2 grams of magnesium ribbon in the same solvent. The mixture 
is cooled in ice during the operation, and after the reaction has subsided 
the whole is heated on the water-bath for half an hour, cooled, and 
decomposed with water. After filtering, the dried residue is extracted 
with pyridine, when transparent, microscbiDic needles are obtained which 
do not melt at 300° C. These are further purified as in the case of the 
chloride, and are insoluble in alcohol, chloroform, benzene, acetone, 
light petroleum, acetic acid, or ethyl acetate. 

Thoi fluoride melts at 305° to 310° C. with decomposition ; it is easily 
soluble in hot water, insoluble in ether. 

Thallium di-o-tolyl chloride. — ^This compound is prepared by 
the action of thallic chloride on magnesium o-tolyl bromide, then boiling 
the product obtained with dilute hydrochloric acid. It crystallises from 
pyridine in slender, microscopic needles, which do not melt at 300° C. 
and are insoluble in all organic solvents. 

Thallium di-p-tolyl chloride is isolated from the interaction of 
tri-p-tolylbismuthine and thallic chloride. It crystallises from pyridine 
in small, transparent needles, which remain unmelted at 300° C. and are 
slightly soluble in alcohol or acetone, and insoluble in chloroform, light 
petroleum, toluene, or alcoholic ammonia. 

Thallium di-p-tolyl bromide is prepared as in the case of the 
corresj^onding phenyl compound. It forms pale yellow needles, which 
do not melt at 300° C. and are insoluble in all organic solvents with the 
exception of pyridine. 

Thallium di -a -naphthyl chloride is a white, crystalline powder, 
unmelted at 300° C. and obtained from tri-a-naphthylbismuthine and 
thallic chloride. It is fairly soluble in hot pyridine, slightly soluble in 
glacial acetic acid, ethyl acetate, chloroform, or alcohol, and insoluble 
in ether, acetone, benzene, or carbon tetrachloride. 

Thallium di -a -naphthyl bromide, prepared from magnesium 
a-naphthyl bromide and thallic chloride, is a fawn, crystalline powder, 
melting at 272° C. and is completely soluble in cold pyridine, insoluble 
in toluene. 

Thallium di -cyclohexyl chloride ^ crystallises in long, colourless 
needles, exploding at 210° to 230° C., is soluble in warm alcohol or 
benzene, insoluble in hot water or warm ether. 

Thallium diphenyl oxide.^ — ^The chloride (4*5 grams) and 20 
grams of potassium hydroxide, in a mixture of 30 c.c. of absolute alcohol 
and 20 c.c. of water, are heated under reflux for eight hours. The whole 
is then poured into water, the white flocculent mass thus obtained 
being washed free from potassium hydroxide. The oxide is a white, 
crystalline powder, unmelted at 300° C., and is completely soluble 
in pyridine, slightly soluble in alcohol, chloroform, or water, and in- 
soluble in acetone, xylene, carbon tetrachloride, light petroleum, or 
ethyl acetate. 

Thallium diphenyl nitrite® is obtained by boiling together 
thallium diphenyl bromide and silver nitrite in xylene solution for two 
and a half hours. The nitrite is deposited from pyridine in short, trans- 
parent needles, completely soluble in hot pyridine, slightly soluble in 

^ Krause and Grosse, he. cit, 

2 Goddard and Goddard, Tram. Chem. Soc., 1922, I2i, 486. 

® Goddard and Goddard, ibid,, 487. 
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chloroform or alcohol, very slightly soluble in acetone, and insoluble in 
other organic solvents. 

Thallium diphenyl nitrate has a similar crystalline form to the 
nitrite, is completely soluble in hot pyridine, very slightly soluble in 
boiling glacial acetic acid, water, or alcohol, and insoluble in other 
organic solvents. 

Thallium diphenyl chromate crystallises from xylene in pale 
yellow, short needles which are completely soluble in pyridine and 
boiling glacial acetic acid, slightly soluble in acetone, and insoluble in 
water and other organic solvents. 

Thallium diphenyl pyrophosphate crystallises from pyridine- 
ether solution in short, microscopic needles which are completely 
soluble in pyridine, moderately soluble in boiling glacial acetic acid, 
less soluble in alcohol, ethyl acetate, or chloroform, and insoluble in 
acetone, ether, carbon tetrachloride, or light petroleum. 

Thallium diphenyl acetate is obtained by treating the oxide with 
boiling glacial acetic acid, the evaporated solution depositing fine, trans- 
parent needles, M.pt. 262° C. The salt is completely soluble in hot 
pyridine, chloroform, toluene, ethyl acetate, or alcohol, moderately 
soluble in carbon tetrachloride or water, slightly soluble in ether or 
acetone, and insoluble in light petroleum. 

Thallium diphenyl acid propionate ^ forms fine silky needles from 
toluene, M.pt. 164° C., these being completely soluble in cold chloroform, 
hot alcohol, pyridine, ethyl acetate, or glacial acetic acid, fairly soluble 
in boiling water, and insoluble in ether or light petroleum. 

Thallium diphenyl acid valerate. — ^M.pt. 176° forms fine white 

needles from toluene, having a similar solubility to the propionate. 

Thallium diphenyl acid butyrate forms waxy needles, M.pt. 
170° C., when dissolved in acetone the addition of light petroleum 
precipitates the normal butyrate, M.pt. 230° C. 

Thallium diphenyl acid n-hexoate forms feathery rosettes of 
needles from toluene, M.pt. 191° C.; the normal salt obtained similarly 
to the butyrate melts at 208° C. 

Thallium diphenyl n-octoate is deposited from toluene in waxy 
needles, M.pt, 195° C., and is less soluble than the acetate, 

•Thallium diphenyl p-nitrobenzoate forms faint yellow, blunt- 
ended needles, M.pt. 228° C,, which are completely soluble in cold pyri- 
dine, hot acetone, toluene, or ethyl acetate, slightly soluble in alcohol or 
ether, and insoluble in light petroleum, chloroform, or carbon tetra- 
chloride. 

Thallium diphenyl o-bromobenzoate forms cream, glistening 
plates, M.pt. 243° C., to a clear liquid. The compound is fairly soluble in 
chloroform, insoluble in ether or light petroleum, and completely soluble 
in other organic solvents. 

Thallium diphenyl m-bromobenzoate crystallises from toluene 
in glistening plates, M.pt. 247° C., the solubility of this salt being slightly 
less than the ortho compound. 

Thallium diphenyl o-nitrophenoxide. — ^This is obtained by the 
interaction of thallium diphenyl oxide and o-nitrophenol, and is a bright 
orange, crystalline powder which turns scarlet on heating, reverting to 
its original colour on cooling. It melts to a blood-red liquid at 247° C., 
and is completely soluble in cold pyridine, fairly soluble in acetone or 
^ Goddard, Trans, Chem, 8oc,, 1923, 123, X164, 
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alcohol, giving yellow solutions, slightly soluble in toluene (becoming 
scarlet), ether, or hot water, insoluble in light petroleum, carbon tetra- 
chloride, or ethyl acetate, being decolorised in the latter. 

Thallium diphenyl p-nitrophenoxide. — When thallium di- 
phenylchloride, silver oxide, and p-nitrophenol are boiled in xylene for 
three hours, and the product extracted with water, lemon-yellow 
needles of the above compound are obtained. It melts with decom- 
position at 250° C., and only differs slightly from the ortho compound in 
solubility. 

Thallium diphenyl trinitro-m-tolyloxide forms yellow needles 
from water, melting with decomposition at 231° C. It is completely 
soluble in cold pyridine or acetone, and warm alcohol, ether, or ethyl 
acetate, fairly soluble in chloroform, slightly soluble in water, carbon 
tetrachloride, light petroleum, or toluene, becoming orange in the latter. 

Thallium diphenyl a-nitroso-^-naphthoxide crystallises from 
ether in microscopic, green needles, melting with decomposition at 238° C. 
The salt gives green solutions in alcohol, acetone, pyridine, toluene, or 
carbon tetrachloride, and is brown in other solvents, but differs from the 
corresponding ethyl compound in its insolubility in water. 

Thallium diphenyl trinitro-a-naphthoxide. — ^This salt crystal- 
lises in brilliant orange needles, which melt to a blood-red liquid at 
232° C. With the exception of its complete solubility in hot alcohol, 
it resembles the corresponding ethyl derivative. 



CHAPTER XII. 


ORGANOMETALLIC DERIVATIVES OF THE METALS 
OF GROUP IV. 


A CONSIDERABLE amouixt of work has been done during the past twenty 
years on the organic compounds of silicon, tin, and lead, and although 
the majority of the germanium derivatives are of recent date, this is 
probably due to the rarity and expense of this metal. 

Silicon, being a non-metal, forms many types of compounds which 
could not be expected from the other three elements. Like carbon, it is 
capable of forming both chain and ring compounds, but with this 
essential difference, that whereas the carbon compounds consist of 
carbon to carbon linkages, the silicon usually links itself alternately with 
oxygen. Examples of such arrangements of atoms are shown as follows, 
together with any relationships which may exist with similar inorganic 
compounds : — 

Orthodisilicic Acid Trjpe, HeSi 207 . 

HO— Si 0 Si— OH HO— Si 0 Si— OH 

/\ /\ /\ /\ 

OH OH OH OH Ph Ph Ph Ph 


Orthotrisilicic Acid type, HgSijOio. 

HO— Si 0 Si 0- 


/\ 

OH OH 


HO— Si- 


/\ 

Ph Ph 


Oil^H 

Si 

Ph^h 


-Si— OH 

/\ 

OH OH 


-Si— OH 


Ph^h 


Orthotetrasilicic Add Type, HioSiiO^j. (Free acid unknown.) 
HO— Si 0 Si 0 Si 0 Si— OH 


Ph 


h^l 


Ph%h 




Ph 


Ph Ph 


Germanium compounds corresponding to this tetrasilicic acid type 
are also known. Chain compounds which have corresponding cyclic 
anhydrides, formed by condensation and elimination of water, are given 
below : 


(HO)2SiPh2 


Ph 

Ph 


Ph 


>f 


H\ 


H 


X y; 


H 

H 


O O 

\si/ 


0 o 

\c/ 


compare 
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HO.SiPlu.O.SiPho.OH 


Phs 

>Si \i< 

yPh 

Ph/ 

0 

0 

\Ph 

Ph\ 

>Si 

Si< 

/Ph 

Ph-^ 


'"Ph 


Cavea ^ has also ijointed out that the oxychloride, Si^O^Clg, may 
have a cyclic constitution, which has an organic analogue. 


/SiCU— O— SiCLv 
0< “ >0 
\SiCL— 0— SiCl/ 


/SiPh 2 — 0 — SiPh 2 \ 

o/ >0 

xSiPVi n s^pv, / 


g — oiPhg— 0— SiPhg 


Silicon also resembles carbon in forming ketones of the type R.SiO.R, 
but the likeness between the two classes ends with the formulae. The 
following comparison has been drawn between the hydrocarbons and 
the silicon hydrocarbons : — ^ 


Hydrocarbon. 

MegC.CMe. 

MegC.Ph 

MegC.EtPh 

EtgC.Ph 


Boiling-point. 
(760 mm.). 
106 0° C. 
168-2° C. 
189-0° C. 
221-0° C. 


Silicon Hydrocarbon. 

McgSi.SiMcg 

MegSi.Ph 

MegSi.EtPh 

EtgSi.Ph 


Boiling-point. 
(760 mm.). 
113-0° C. 
171-6° C. 
198-0° C. 
288-8° C.* 


The gradation in melting-points and boiling-points in passing from 
silicon to lead, for some derivatives of the elements of Group IV., is 
shown in Table V.^of the Appendix. 

Tin and lead differ from silicon in forming divalent and ter valent 
compounds, and tin also forms hydrides of the type SnRgH and SnRgHg. 
The tervalent compounds show true tervalency in dilute solution only, 
for if the molecular weights by the freezing-point methods are carried 
out with increasing concentration of solute, association appears to take 
place. 

The only ring compounds formed by tin and lead are of the type 


R2M< 

Xp 


yCHg- 
CHg- 


-CH. 


% 


CH. 


-CH/ 


and those derivatives containing two atoms of the same metal are shown 
by 

R 3 M.MR 3 ; R3M(CH2)sMR3 ; R 3 Sn(CH 2 )ioSnR 3 

Cases are also known in this group in which two different metals are 
present in the same compound : 

Me3Sn(CH2)5PbMe3 ; Et3Si.CeH4.PbMe3 ; EtaSi.CeHj.SnEta ; 
EtgSi.CgHi-AsPhj 


^ CaTen, this series, Vol. t. (1917), p. 203. 
* Bygd4n, Ber., 1912, 45 , 707. 
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Silicon, 

Most of the work carried out on this element is due to Kipping and his 
co-workers^ and the investigations are a model of patience and persever- 
ance. Although many of the substances formed appear as glue-like 
products, an enormous mass of information regarding the organic 
compounds of this element has been collected together. The following 
system of nomenclature for organic silicon derivatives is due to 
Kipping; — ^ 

The term silicane, used for silicon hydride, is maintained for 
analogous derivatives of CH4. The radicle SIHq is termed silicyl^ and 
corresponds to CH3, e.g. SiPh3Cl, triphenylsilicyl chloride, Silicanol 
and silicanediol are used for hydroxy derivatives : 


SiH2(OH)3 

Silicanediol. 


SiPh2(OH)2 

Diphenylsilicanediol. 


SiHs.OH SiPhaOH 

Silicanol. Triphenylsilicanol. 

The term silicone denotes analogues of ketones, e,g, SiEtgO, diethyl- 
silicone. Owing to the dissimilarity between the ethers and the corre- 

Siv 

spending silicon compounds containing g./®’ 


the term oxide is 


employed, thus : 


SiPh. 


> 


SiPh/ 


is known as triphenylsilicyloxide. 

The following names show how many molecules of silicanediol have 
condensed together, and how many molecules of water are eliminated in 
the process : — 

SiPhjOH 


SiPhjsOH 


0 


SiPhaOH 

AiiliydrobisdipheiiyIsiUoan.ediol. 


0 


SiPh» 


6 


SiPhaOH 

Dianhydrotrisdiphenylsilioauediol. 

In order to show how it is possible to pass from one type of aliphatic 
compound to another, the scheme shown on opposite page has been 
drawn up, using the ethyl derivatives as examples. 


Alkyl Derivatives of the Type IljSi. 

Tetramethylsilicane, 81(0113)4. — ^This compound is obtained by 
heating together zinc dimethyl and silicon tetrachloride in a sealed 
^ Kipping, Trcm. Ghem. 800., 1912, loi, 2106. 
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tube at 200 ° C.^ It boils at 30° to 31° C. and is a clear liquid, lighter 
than water. When treated with excess of methyl alcohol at 250° C. for 
fifteen hours, the methyl ether is obtained as a colourless liquid, B.pt. 
121 ° to 126° C. ; density 1'0589. In 1911 Bygd 6 n ^ prepared tetra- 
methylsilicane, using silicon tetrachloride and magnesium methyl 
bromide, and found its boiling-point to be 26° to 27° C. 

Tetraethylsilicane ® may be prepared by heating silicon tetra- 
chloride and zinc diethyl at 160° for three hours ; ^ or by the interaction 
of silicon triethyl ethyl ether, zinc ethyl, and sodium, these yielding the 
hydride SiH. (CaHg)^. This with bromine forms triethyl silicon bromide, 
and further action of zinc ethyl and sodium at 150° C. produce tetraethyl- 
silicane. It may also be prepared by the Wurtz reaction.® using silicon 
tetrachloride, sodium, and ethyl bromide. Tetraethylsilicane is a 
liquid, lighter than water, and it bums with a luminous flame, leaving a 
deposit of silica. Its boiling-point is variously given as 152° to 154° C.,® 
and 151° to 153° With chlorine it gives triethylchlorethylsilicane, 

Tetrapropylsilicane ® is obtained along with tripropylsilicaiie by 
the action of zinc propyl on silicochloroform (trichlorosilicane) at 
120 ° to 150° C. The lower fraction is tripropylsilicaiie and the 
higher one tetrapropylsilicane. The reaction is probably represented 
thus : 

2SiHCl3-f4Zn(C3H7)2=SiH(C3H7)3+Si(C3H7)4+3ZnCl2+Zn+C3Hs 

The silicane may also be produced by the interaction of silicon tetra- 
chloride, propyl iodide, and zinc at 180° C. : 

SiCl 4 + 4 C 3 H 7 I +4Zn =Si(C 3 H 7 ) 4 + 2 ZnCl 2 + 2 Znl 2 

Tetrapropylsilicane is a colourless, almost odourless oil, which burns 
with a sooty flame, depositing silica ; it is soluble in alcohol or ether, and 
insoluble in water or concentrated sulphuric acid. It boils at 213° C. ; 
density 0*7979 at 0 ° C., 0*7883 at 15° C. It is not attacked by con- 
centrated sulphuric or nitric acids or by potassium hydroxide, but 
bromine on warming readily substitutes. The compound can be purified 
by the use of concentrated sulphuric acid, as was done in the case of 
tetraethylsilicane.® Removal of tripropylsilicane and oxide is thus 
effected. 

Tetra-isoamylsilicane^® is obtained from silicon tetrachloride, 
sodium, and isoamyl chloride. An oily residue remains after distilling 
off the tetra-isoamylsilicane. It is colourless, feebly fluorescent, boiling 
between 360° and 370° C,, and is found to be silicon tri-isoamyloxide, 
Tetra-isoamylsilicane is a colourless, odourless liquid, B.pt. 275° to 
279° C., and miscible with alcohol and ether in all proportions. 

^ Eriedel and Crafts, AnnaUn, 1865, 136, 203. 

2 Bygden, Ber., 1911, 44, 2640. 

® Eriedel and Crafts, Annahn, 1863, 127, 28. 

^ Ladenburg, Armalm^ 1872, 164, 300. 

® Kipping and Lloyd, Trans, Chem. Soc.y 1907, 79, 209. 

® JBViedel and Crafts, he. cit. 

Ladenburg, he. cit. 

® Pape, Annakn, 1884, 222, 354. 

® Priedel and Crafts, Ann, Ghim, Phys., 1895, [4], 19. 

Taurke, Ben, 1905, 38, 1661. 
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Alkyl Derivatives of the Type RgSiR', 

Triethylsilicane, (€ 2115 ) 38111 .^ — ^This is formed by the interaction 
of zinc ethyl sodium, and silicoheptyl ethyl ether, ft is a colourless 
liquid, boiling at lOT® C., and of density 0-7510 at 0 ° C. It is soluble 
in both alcohol and ether, but insoluble in water and in concentrated 
sulphuric acid. With fuming sulphuric acid it reacts according to the 
equation : 

2 SiEt 3 H + 2 SO 3 = (Et 3 Si )20 +H 2 O + 2 SO 2 

With bromine it forms triethyl silicon bromide. 

Tripropylsilicane ^ is produced by heating one part of silicocliloro- 
form (trichlorosilicane) and two parts of zinc propyl in a sealed tube at 
150° C. for six hours : 

2SiHCl3 +3ZnPr2 =2SiHPr3 +3ZnCl2 

The product obtained is a colourless oil. This is washed with water, 
then drived over calcium chloride and frg,ctionated. Tripropylsilicane 
distils between 170° and 175° C. ; the residue is tetraprojDvlsilicane. 
Tripropylsilicane is a colourless, pungent, fuming liquid, and burns with 
a luminous, sooty flame. It boils at 170° to 171° C., density 0-7723 at 
4° C., 0-7621 at 15° C., and is difficult to free from the tetrapropyl body. 
To prevent decomposition it should be distilled in a stream of hydrogen. 
The compound is easily soluble in alcohol or ether, but insoluble in water 
or concentrated sulphuric acid. With the latter, however, feeble oxida- 
tion occurs in the cold, with evolution of sulphur dioxide, and on warm- 
ing tripropylsilicon oxide is formed. 

Tri-isobutylsilicane may be prepared ^ by interaction of trichloro- 
silicane, isobutyl chloride, and sodium. It is a colourless, odourless 
liquid, B.pt. 204° to 206° C. 

Tri-isoamylsilicane has been prepared in the same way as the 
above, using isoamyl chloride. It is a feebly fuming liquid, B.pt. 245° C., 
soluble in alcohol or ether, and unattacked by water or potassium 
hydroxide. 

Trimethylethylsilicane ^ is obtained by the action of methyl 
magnesium bromide on trichloroethysilicane. The product is extracted 
with ether, washed with concentrated sulphuric acid, and on distillation 
boils between 62° and 70° C., the main portion distilling at 62*5° to 
63-5° C. 

Trimethyl-n-propylsilicane is prepared similarly to the above, 
using propyltrichlorosilicane. 

Trimethyl -n-butylsilicane. — It is first necessary to obtain 
n-butyltrichlorosilicane by the action of n-butyl magnesium bromide 
on silicon tetrachloride. The product, boiling at 147° to 151° C., is a 
liquid, fuming in moist air, and when treated with methyl magnesium 
bromide, trimethyl-n-butylsilicane is formed, B.pt. 115° C. 

Trimethyl -isobutylsilicane is difficult to obtain, because the 
isobutyltrichlorosilicane is troublesome to prepare. The methyl 
Grignard reagent gives trimethyl-isobutylsilicane, B.pt. 107-9° to 
108-2° C. 


^ Ladenburg, Annalen, 1872, 164, 300 
® Taurke, Ber., 1905, 38, 1661. 


® Pape, AnnaleUf 1884, 222, 354. 
< Bygd6n, i?en, 1911, 44, 2640. 
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Trimethyl -isoamylsilicane is prepared as the above two com- 
pounds, the starting-point being isoamyltrichlorosilicane.^ The body 
boils at 131° to 132° C. 

Triethylchloroethylsilicane, (C 2 H 5 ) 3 SiC 2 H 4 Cl, may be obtaiiied 
by^ passing chlorine into tetraethylsificane in water ; hydrogen chloride 
is evolved, and a yellow oil separates. Two fractionations yield a 
liquid, B.pt. 185° C., in small quantity, which is triethylchloroethyl- 
silicane. 

Triethylacetoxyethylsilicane, (C2H5)3SiC2H4.0.C0.CH3. — The 
fraction, B.pt. 180° to 190° C., of the above triethylchloroethylsilicane 
when heated in a sealed tube with potassium acetate and alcohol for 
several hours at 180° C. yields a liquid, B.pt. 208° to 214° C. It has a 
faint ethereal and acetic acid odour, burns with a luminous flame, and is 
found to be the acetate. 

Triethylhydroxyethylsilicane is produced from the above when it is 
treated with dilute alcoholic potaSvSium hydroxide at 120° to 130° C., and 
has been proved to be a liquid of the composition (C2H5)oSiC2H40II. 
It boils at about 190° C. and is insoluble in water. 

Triethyl-n-propylsilicane^ is prepared in a similar manner to the 
corresponding trimethylsilicanes, using n-propyltrichlorosilicane ^ and 
ethyl magnesium bromide. The compound boils between 172-8° and 
173*2° C. It is partly soluble in concentrated sulphuric acid, giving a 
product, B.pt. 160° to 225° C,, and is therefore not homogeneous. 

Triethyl -n-butylsilicane is prepared ® in the same manner as the 
above compound. It boils at 190*6° to 191*6° C. 

Triethyl -isohutylsilicane, prepared as above, boils at 187° to 
187*2° C., and triethyl -isoamylsilicane boils at 204*6° to 205*6° C. 

Alkyl Derivatives of the Type R 2 SiR 2 ^* 

Dimethyldiethylsilicane ® is obtained from diethyl silicon chloride 
(24*5 grams), using 2 mols. of methyl magnesium iodide. The chief 
fraction, B.pt. 95° to 96° C,, weighs 6 grams. 

Dimethyldipropylsilicane is prepared in the same manner as the 
above. It boils at 140° to 142° C. 

Alkyl Derivatives of the Type RgSiR'R"* 

Dimethylethyl-n-propyl-silicane. — It is first necessary to obtain 
ethyl-n-propylsilicon chloride, whicli may be formed by one of two 
methods. (1) From ethyltrichlorosilicane by replacing one chlorine 
with the prop 3 d group. (2) From propyltrichlorosilicane by removing 
one chlorine and putting in an ethyl group. The latter method is 
utilised and the ethyl introduced by ethyl magnesium bromide, when 
five fractions are isolated. The one, B.pt. 152° to 154° C., gives the 
best analysis. This fuming liquid, Et.Pr.SiCl 2 , with methyl mag- 
nesium bromide gives the desired compound, B.pt. 120° to 122° C. 

Dimethylethyl-isobutylsilicane is prepared in a similar manner to 

1 Melser, Ben, 1908, 41, 3392. 

2 Briedel and Grafts, Annahn, 1866, 138, 19. 

3 Bygd6n, Ben, 1912, 45, 707. 

* Melser, Ben, 1908, 41, 3390. 

3 Bygd^n, he. cit. 

« Bygd6n, Ber., 1911, 44, 2640. 
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the above, using isobutyltrichlorosilicane and ethyl magnesium bromide. 
The ethyl-isobutyl silicon chloride thus formed, with methyl magnesium 
bromide gives a product, B.pt. 137° to 139° C. 

Alkyl Derivatives of the Type RjjSiX. 

Triethylchlorosilicane, ( 62115 ) 38101 , is obtained ^ by the inter- 
action of silicon triethyl ethyl ether and acetyl chloride, thus : 

(C2H5)3SiOC2H5+CH3COCl=(C2H5)3SiCl+CH3CO.OC2H5 

This reaction requires a sealed tube and a temperature of 180° C. 
Triethylchlorosilicane boils at 148° to 145° C., has density at 0 ° C. 
0-9249, is only slowly decomposed by water, and with silver nitrate pre- 
cipitates silver chloride. Triethyl silicol is formed by the action of 
ammonia, and triethyl silicon oxide is produced with water. 

Triethylbromosilicane is formed by the action of bromine on 
triethylsilicane. It boils at 161° C., is slowly decomposed by water, 
and the bromine is easily replaced by hydroxyl by aqueous potassium 
hydroxide or sodium carbonate. By treatment with zinc ethyl and 
sodium at 150° C. tetraethylsilicane is produced. 

Triethyl silicon acetate is formed when acetic anhydride is allowed 
to react with silicon triethyl ethyl ether in a sealed tube at 250° C. : 

(C2H5)3SiOC2H5-|-(CH3CO)20=(C2H5)3SiO.CO.CH3+CH3.CO.OC2H5 

Tripropylbromosilicane.2 — When 1 mol. of tripropylsilicane 
is treated with 1 mol, of bromine and cooled, hydrobromic acid is 
evolved. The reaction is allowed to finish on the water-bath and goes 
smoothly, giving a good yield. On fractionation the product obtained 
is a yellow, fuming oil, B.pt. 213° C., which decomposes slowly in the air, 
evolving hydrobromic acid. With water it slowly changes, while 
aqueous ammonia completely converts it to tripropyl silicol, B.pt. 
205° to 208° C., and a little tripropylsilicon oxide. 

Tripropyl silicon acetate is obtained from the bromide by the 
action of dry silver acetate, cooling being necessary from time to time : 

Pr gSiBr + AgC 2 H 3 O 2 =Pr 3 Si .0 2 H 3 O 2 + AgBr 

The body is a colourless oil, B.pt. 212 ° to 216° C., slowly changing in 
air to tripropylsilicol and acetic acid. 

Tri-isobutylbromosilicane® is prepared by the bromination of 
tri-isobutylsilicane. It is a yellow, fuming liquid, heavier than water, 
B.pt. 245° C. 

Tri-isoamylbromosilicane, obtained in the above manner, boils 
at 278° to 280° C,, and has similar properties to the preceding body. 

ATkyl Derivatives of the Type RgSiXg. 

Diethyl silicon dichloride was prepared by Ladenburg ^ by treating 
silicon diethyl ether with benzoyl chloride at 250° C. The body is iden- 
tical with that obtained by the action of hydrogen iodide on silicon 

1 Ladenburg, AnTtaUn, 1872, 164, 300. 

* Pape, AnnaUn, 1884, 222 , 364. 

* Taurke, Rer., 190^ 38, 1661. 

* Ladenburg, he, cit. 
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diethyl ether, or by using ethyl magnesium bromide and silicon tetra- 
chloride.^ The separation of the compound is, however, difficult, owing 
to formation of the three chloro-derivatives, whose boiling-points lie 
very close together. Diethyl silicon chloride is a colourless liquid, 
fuming in air and boiling at 128° to 130° C. With water it yields diethyl 
silicone, ( 03115 ) 2810 , which is a syrupy body, easily soluble in ether, 
but difficultly soluble in alcohol. This silicone polymerises, giving a 
compound of high molecular weight. 

Dibromoethyl silicon dichloride, (CH 2 Br.CH 2 ) 2 SiCL 2 , is produced 
by heating together a mixture of two molecular proportions of ethylene 
bromide with 1 mol. of silicon tetrachloride dissolved in ether, and 
four molecular proportions of sodium and a little ethyl acetate. The 
product is a dark brown oil.® Doubt has recently been expressed as to 
the existence of this compound.® 


Alkyl Derivatives of the Type RSiXg. 

Ethyl silicon trichloride, CgHgSiClg, is prepared from silicon 
ethyl triethyl ester and benzoyl chloride by heating them in a sealed 
tube at 300° C.'^ 

SiEt(OEt)3+3PhCOCl=EtSiCl3+3PhCOOEt. 

The liquid, B.pt. about 100 ° C., fumes considerably in moist air, 
and with water gives silicopropionic acid and hydrogen chloride. The 
trichloride has also been obtained from silicon tetrachloride, using the 
ethyl Grignard reagent.® It is a pale yellow, fuming liquid, B.pt. 97° 
to 103° C. 

Propyl silicon trichloride® is formed by the action of propyl 
magnesium bromide on silicon tetrachloride, and is a clear, colourless 
liquid, B.pt. 123° to 125° C. In preparing the chloride all traces of 
moisture must be absent. It has a penetrating odour and fumes in 
the air. By allowing the liquid to drop into ice-water, the acid, PrSiO. 
OH, is obtained, and with anhydrous alcohol the trichloride gives 
silicon propyl triethyl ester, PrSi(OEt) 3 . 

Isoamyl silicon trichloride is produced in a similar manner to the 
above, and is a colourless, transparent, fuming liquid with a penetrating 
odour. It boils at 46° C, at 9 mm., and has a density of 1*066. Its 
reactions are the same as the propyl compound. 


Alkyl Derivative of the Types R 3 Si(OH) and R 8 Si(OR). 

Triethylsilicol, (CgHgjgSi.OH, is isolated^ by treating triethyl 
silicon acetate with sodium carbonate solution : 

2(C2H5)3Si0.C0.CH3-fNa2C03+H20=2(C2H5)3Si.0H+2Na0.C0.CH3 

+CO2 

^ Martin and Kipping, Tram, Ohem, Soc., 1909, 95 , S 02 . 

^ Hart, Jahresber., 1889, p. 1943. 

® Widdowson, J. Ghem. 80 c., 1926, p. 958. 

^ Ladenburg, Annalen, 1872, 164 , 300. 

® Kipping, Tram, Ghem, Soc,, 1907, 91 , 209. 

® Melzer, Ber,, 1908, 41 , 3390. 

^ Ladenburg, he, cit. 
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It may also be prepared by the action of aqueous ammonia on 
triethyl silicon chloride : 

(C2H5)3SiCl+NH3+H20=(C2H5)3Si.0H+NH,Cl 

Another method of preparation consists in heating silicon triethyl 
ethyl ether with concentrated sulphuric acid and precipitating the pro- 
duct with water. The silicol is a colourless liquid with a strong camphor- 
like odour, B.pt. 184 ° C., density 0*8709 at 0° C., insoluble in water, but 
miscible with ether or alcohol. It burns with a dazzling flame, leaving 
a deposit of silica. If heated with sodium, hydrogen is evolved, 
and when carbon dioxide is passed into the ethereal solution and the 
solvent then evaporated, the sodium salt of tri ethyl silicon carboxylic 
acid, (C2H5)3SiCOONa, is left. The following represent further reactions 
of tri ethyl silicol : — 

(C2H5)3Si0H+S03=C2H5Si0.0H+2C2H4+H2+S02 

(Nordhausen sulphuric 
acid.) 

(C2H5)3Si.OH HI, B.pt. 127 ° C. ^SiO 

At 2000 C. 

2(C2H5)sSi.OH P2Q5 [(C.H.').,Si], 0 +H .0 

Silicon triethyl ethyl ether or Silicoheptyl ethyl ether, (C2H5)3 
Si(OC2pl6), is obtained ^ by the interaction of zinc ethyl, sodium, and 
silicon diethyl diethyl ether, (C2H5)2Si(O.C2H5)2. It is a colourless 
liquid, B.pt. 153 ° C., density 0 * 8414 , 0 * 8893 , 0*8403 at 0° C., insoluble in 
water, miscible with alcohol or ether, and stable in air. Acetyl chloride 
acting on the compound gives rise to triethyl silicon chloride. 

Tripropylsilicol, (CH3CH2CH2)3SiOH,^ may be prepared in two 
ways : 

1. From tripropyl silicon acetate by long boiling with 30 per cent, 
sodium carbonate only gives a small yield, a contrast to the formation 
of triethylsilicol. The poor yield is probably owing to the following 
reaction taking place ; — 

2 Si(C 3 H 7 ) 30 .C 0 .CH 3 +Na 2 C 03 =Si 20 (C 3 H 7 ) 6 + 2 Na 0 .C 0 .CH 3 -fC 02 

2. When tripropyl silicon bromide is treated with aqueous ammonia 
the following two reactions occur simultaneously, so that the yield is 
little better : — 

(C3H7 )3SiBr +NH3 +H2O ==Si (C3H7 IgOH +NH4Br 

2(C3H7)3SiBr+2NH3+H20=Si20(C3H7)6+2NH4Br 

Tripropyl silicol is a colourless, fuming oil, and is glycerine-like in 
consistency. It is lighter than water and insoluble in it. It dissolves 
in alcohol or ether and has a boiling-point of 206 ° to 208 ° C, When 
warmed with sodium, hydrogen is easily evolved and an amorphous 
mass remains, which is no doubt the alcoholate, since on warming with 
water the silicol is regenerated together with sodium hydroxide. 

^ Ladenburg, Zoc. cit, 

2 Pape, Annalen, 1884, 222 , 354. 
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Tri-isoamylsilicol, (C5Hii)3SiOH/ is formed by the action of 
aqueous ammonia on tri-isoamyl silicon bromide : 

(C6Hii)3SiBr-fNH,OH=(CBHii)jSiOH4-NH,Br 

It boils at 269° to 2'70° C., has a penetrating smell, and is lighter than 
water. Metallic sodium dissolves in it with hydrogen evolution, prob- 
ably forming the sodium derivative (C5Hn)3SiC)Na. 


Alkyl Derivatives of the Types R2Si(OR)2 and R2Si(OR).Hal. 

Silicon diethyl diethyl ether, (C2H5)2Si(OC2H5)2, is obtained by 
allowing silicon tetraethyl ester, Si(OC2H5)i, to interact with sodium and 
zinc ethyl.2 The ether produced is a colourless, fuming liquid, B.pt. 
l.’55-8° C. ; density at 0° C. 0-8752. It is stable in air, insoluble in water, 
soluble in ether or alcohol, and unattacked by ammonia. 

Diethylchlorosilicon ethyl ether, (C2H6)2Si(OC2H5)Cl, is pre- 
pared from the above by the action of acetyl chloride. It boils at 146° 
to 148° C. and bums witii a green flame, leaving a residue of silica. 


Alkyl Derivatives of the Type RSi.(OR)j. 

Methyl triethoxy silicon or OrthosBicoacetic acid triethyl ester, 
CH3Si(OC2H6)3,® is formed by the interaction of tetraethoxysilicon, 
Si(OC2H5)4, 15 grams, and 10 grams of zinc methyl at 120° C., then 
800° C. The tubes are opened occasionally to allow escape of gases. 
It is a liquid, B.pt. 146° to 151° C., density at 0° C. 0-9283, and is 
insoluble in water. With ammonia or heating with hydrogen iodide, 
methyl monosilicic acid, CHgSiO.OH, is formed. 

Ethyl trimethoxy silicon, C2H5Si(OCH3)3, is prepared from tetra- 
methoxysilicon, zinc ethyl, and sodium. It is a liquid, B.pt. 125° to 
126° C., density at 0° C. 0-9747. 

Ethyl triethoxy silicon, C2H6Si(OC2H )^, is isolated in the above 
manner from tetraethoxysilicon.* Another method of preparation is 
from triethoxysilicon chloride, using sodium and zinc ethyl. The 
reaction mixture gives a colourless liquid with a camphor-like odour, 
B.pt. 158-5° C., density at 0°C. 0-9207; it is insoluble in water, but 
miscible with alcohol and ether. It is not completely decomposed by 
alcoholic potassium hydroxide or ammonium hydroxide, but is broken 
up by concentrated sulphuric acid.® 

Propyl triethoxy silicon or Ethyl orthosilico -butyrate, C3H7vSi 
(002115)3,® is formed from propylsilicon trichloride by the use of 
absolute alcohol, and is a colourless liquid with an aromatic odour, 
B.pt, 177° to 179° C., density at0° C. 0-8945, 

Isoamyl triethoxy silicon is produced in the same manner as the 
above compound from isoamylsilicon trichloride. The liquid is pleasant 
smelling and boils at 195° to 200° C,, density at 0° C. 0-931 8. 

' Taurke, B&r„ 1906, 38, 1661. 

* Ladenburg, Anmhn, 1872, 164, 300. 

* Ladenbtirg, ATmdkn, 1874, 173, 148; Ber., 1873, 6, 1029. 

* Ladenburg, AimaUn, 1872, 164, 300. 

® Priedel and Ladenburg, Annalen, 1871, 159, 259. 

® Melzer, Ber., 1908, 41, 3391. 
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Alkyl Derivative of the Type Si(OR) 3 Hal. 

Chlorotriethoxy silicon, SiCl(OC 2 H 6 ) 3 .^ — This is prepared accord- 
ing to the following equations : — 

1. Si(OC2H6)4+CH3COCl=SiCl(OC2H5)3+CH3COOCoH5 

2. SiCl4+3Si(OC2H5)4=4SiCl(OC2H5)3 

3. SiCl4+3C2H50H=SiCl(0C2H5)3+3HCl 

The last reaction requires absolute alcohol, and a sealed tube at 160° 
C. for several hours. 

The compound is a liquid, B.pt. 156° C. With sodium ethyl it forms 
ethyltriethoxysilicon : 

SiCl(OC2H5)3+NaC2H5=NaCl+C2H5Si(OC2H5)3 

. Alkyl Derivatives of the Type (R 3 Si) 20 . 

Triethyl silicon oxide or Bis-(triethylmonosilyl)-ether, [( 02115)3 
SiJgO, may be prepared by several methods,^ and the reactions are 
represented by the following equations : — 

1. 2(C2H5)3Si(OC2H5)+2HI=(C2H5)3Si~0~Si(C2H5)3 

+2C2H5I+H20 

2. 2(C2H5)8Si(OH) P205j (C,H..i).,Si].0+H,0 

8 . 2 (C 8 H 5 ) 3 Si 0 C,Hs+H 8 S 0 ,=[(C 8 H 5 ) 3 Si], 0 + 2 CaH 5 HS 04 +H 80 
(fuming) 

4. 2(C2H5)3SiCl+2K0H=[(C2H5)3Si]20+2KCl+H20 
(aqueous) 

It is also obtained from bis-(trichloromonosilyl)-ether, ClgSi— O— SiClg, 
by the action of zinc ethyl : ® 

Si2Cl60+3Zn(C2H5)2=[(C2H5)3Si]20+3ZnCl2 

One molecule of silicon oxychloride is treated with the theoretical 
quantity (3 mols.) of zinc ethyl in a sealed tube at 180° C. for a 
prolonged period. The zinc ethyl disappears, and after treating the 
product with concentrated sulphuric acid an oil is obtained, which after 
washing and drying gives a main fraction distilling between 230° and 
235° C. This is purified by several further fractionations and gives an 
analysis for triethyl silicon oxide. The compound is a colourless syrup, 
B.pt. 231° C., density at 0 ° C. 0*8590. It is soluble in concentrated 
sulphuric acid, and may be precipitated unchanged by the addition of 
water. 

Tripropyl silicon oxide or Bis-(tripropylmonosilyl) -ether, 

[(C 3 H 7 ) 3 Si] 20 , is prepared from tripropylsilicane by the action' of fuming 
sulphuric acid. The product is poured into well cooled water, when a 
yellowish oil separates, which is taken up with ether and dried over 
calcium chloride.^ The oxide is also produced as a by-product from 

^ Friedel and Ladenburg, Ber,, 1870, 3 , 15 ; Annalen^ 1871, 159 , 259. 

’ 2 Ladenburg, Anrialen, 1872, 164 , 300. 

» Friedel and Ladenburg, AnmUn^ 1868, 147 , 365. 

* Pape, AnvSen^ 1884, 222 , 354. 
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tripropylsilicon bromide, when preparing the silicol with ammoni^ 
It is formed along with the silicol when tripropyl silicon acetate is 
acted on with aqueous sodium hydroxide. The oxide is a yellow, almost 
odourless oil, soluble in alcohol or ether, and boils between 280® and 
290° C. 

Tri-isoamyl silicon oxide, [(C5Hn)8Si]20, is produced ^ in the 
preparation of tetra-isoamylsilicane from silicon tetr^hloride, sodium, 
and isoamyl chloride. It is contained in the oily residue which distils 
at 860° to 370° C. It has a glycerine-like consistency and is feebly 
fluorescent. 


Alkyl Derivatives of the Type HgSiO. 

Diethylsilicone or Diethylsilicon oxide, (C2H5)2SiO, is formed 
from silicon diethyl diethyl ether, which must first be converted into ^e 
dichloride, for wliich purpose benzoyl chloride is used at 250° C. With 
water the silicone is formed : 

(C8H6)2SiCl8-l-H80=(C2Hj)8Si0-f2HCl 

Martin and Kipping* prepared diethyl silicon dichloride in order 
to see if when decomposed with water a hydrol, (C2H5)aSi(OH)2, was 
formed, corresponding to dibenzylsilicanediol. It was found, however, 
that the silicone, (C2H5)2SiO, was formed, which then polymerised, 
giving a compound with a high molecular weight ; the body was not 
analogous to the corresponding ketone.® The oxide is a syrup, insoluble 
in water, sparingly soluble in alcohol and easily soluble in ether. It does 
not solidify at —16° C., and distils below 300° C. without decomposition. 


Alkyl Derivatives of the Type R.SiO.OH. 

Methylsillconic acid or Silico-acetic acid, CH3.SiO.OH. — This 
compound is obtained ^ in the following manner : Tetraethoxysilicon, 
15 grams, and 10 grams of zinc methyl are heated in a sealed tube to 
120° C., opening the tube at various intervals to allow escape of gases. 
The final heating should reach 300° C., and the liquid is then fraction- 
ated. Methyl triethoxy silicon or orthosilicoacetic acid triethyl ester, 
B.pt. 146° to 151° C., is thus formed: 

Si(OC3H3)*+Zn(CH3)3=CH3Si(OC3H3)3+ZnCH3(OC2H3) 

This is then decomposed by aqueous ammonia or by boiling with 
hydrogen iodide, B.pt. 127° C., giving methylsiliconic acid, which is a 
white, amorphous powder, leaving a residue of silica when birmed. 

Ethylsiliconic acid or Silico -propionic acid is obtained from 
ethyl triethoxy silicon ® using benzoyl chloride at 800° C. : 

SiC3H6(OC3H3)3-f8C8HBCOCl=CaH5SiCl3-f-3C3H5COOC3H6 

The trichloride is decomposed by water, giving the add and hydrogen 

' Tanrke, Ber., 1906, 38 , 1661 . 

» Martin and Kipping, Trans. Ohm. See,, 1909, 95 , 302. 

® Robison and Kipping, Trans. Chern. Soc., 1908, 93 , 43®. 

* Ladenburg, Annakn, 1874, 173 , 143, 

® Ladenbnrg, ibid., 1872 , 164 , 300. 
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chloride. Ethyl triethoxy silicon or ethyl trimethoxy silicon with hydro- 
gen iodide or aqueous ammonia yields ethyl siliconic acid : ^ 

C,HgSi(OC2H5)3 +3HI -C^Hs.SiO.OH +3C2H5I +H3O 

This equation represents the most convenient method of preparation.^ 
It may also be isolated when Nordhausen sulphuric acid reacts with 
triethylsilicol : 

(C3H5)3Si(OH)+S03=C2H5SiO.OH+2C2H,+H2+S02 

The acid is an amorphous powder. 

Propylsiliconic acid or Silico -butyric acid is produced by allow- 
ing propylsilicon trichloride to drop into ice-water.*^ It is insoluble in 
the usual solvents, and is a hard, solid mass, which can be ground into 
a powder which is infusible. 

IsoamylsiUconic acid or Silico-hexoic acid is prepared in the 
same way as the above body. It is a hard, brittle solid, with no definite 
melting-point, and is easily soluble in alcoholic ])otassium hydroxide, 
ether, benzene, or chloroform, but is sparingly soluble in alcohol. 

Alkyl Derivatives of the Type R^Si — SiR^. 

Hexamethylsilicoethane ^ is formed from silicon hexachloride, 
SigClg, by methyl magnesium bromide. It boils at 112° to 114° C. 

Hexaethylsilicoethane ^ is prepared by the interaction of silicon, 
hexa-iodide and zinc diethyl. It is a liquid, B.pt. 250° to 253° C., having 
a density of 0*8510 at 0° C. and 0*8403 at 20° C. 

Aromatic Derivatives. 

Table I. on next page shows the modes of passing from one compound 
to another, using the phenyl derivatives as examples. 

Table II. shows the condensation products obtained from diphenyl- 
silicanediol, and similar compounds are obtained from dibenzylsili- 
canediol. 


Aryl Derivatives of the Type R^Si. 

Tetraphenylsllicane, (06115)481.^ — ^This is prepared according to 
the equation, 

SiCl4-h4C6H6Cl+8Na=Si(C6H5)4+8NaCl 

in the following manner. Sodium granules, 23 grams, are slowly added 
to 20 grams of silicon tetrachloride, 56-2 grams of chlorobenzene and a 
little ethyl acetate in anhydrous ether. It is necessary to cool during the 
reaction, and after shaking several hours the deep blue powder is filtered 
off and washed with dry ether. Four-fifths of the filtrate is then 
distilled off, and a white, crystalline powder obtained, which after 

1 Ladenburg, Rer., 1872, 5, 1081. 

2 Ladenburg,* Pkarm., 1872, 164, 300. 

s Melzer, j&er., 1908, 41, 3390. 

4 Bygd4n, Ber., 1912, 45, 707. 

® Eriedel and Ladenburg, Ann, Ghim, Phys„ 1880, [5], 19, 401 ; AnmUn, 1880, 203, 
261. 

fi Polis, Rer., 1885, l8, 1640. 
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washing with hot water and drying is crystallised from benzene.^ 
The compound belongs to the tetragonal system. It melts at 233° 
C., and boils without decomposition above 530° C. It has a density 
of 1*078 at 20° C. In the above preparation of silicon tetraphenyl 
a by-product is produced in small quantities,^ M.pt. 148° C., and 
this is triphenylsilicol, identical no doubt with that from the 
decomposition of triphenylchlorosilieane with water, M.pt. 139° to 
141° CJ 

Tetra-p-tolylsilicane, Si(C 6 H 4 CH 3 ) 4 , is produced in the same way 
as silicon tetraphenyl, but using p-bromotoluene. It forms colourless, 
transparent crystals, M.pt, 228° C., density 1*0793 at 20° C., readily 
soluble in hot benzene and sparingly soluble in chloroform or ether. 

Tetra-m-tolylsilicane is similarly prepared from m-bromotoluene.® 
It forms long prisms, M.pt. 150*8° C., density 1*1188 at 20° C. 

Tetrabenzylsilicane is prepared by using benzyl chloride. The 
reaction is not so vigorous as with chlorobenzene, and after some time 
the product is warmed on a water-bath before filtering. After washing 
the residue with dry ether and distilling off the latter, a fuming oil 
remains, which when treated with ligroin yields a white, crystalline 
powder. This is recrystallised from warm ether and melts at 127*5° C. 
It is easily soluble in benzene or chloroform, fairly soluble in warm 
ether, but sparingly soluble in alcohol. The yield is not so good as in 
the case of the preceding compounds, dibenzyl being produced, and 
probably a benzyl silicon chloride, B.pt. 160° to 180° C. Tetrabenzyl- 
silicane distils unchanged above 550° C. 

Tetranitrophenylsilicane ^ is prepared by nitrating silicon tetra- 
phenyl. Ten parts of this compound are cooled in ice and salt mixture 
and 60 parts of fuming nitric acid with 80 parts of concentrated sul- 
phuric acid slowly added in small quantities. The product is filtered 
through glass-wool, then poured into a large volume of water while 
stirring. A snow-white precipitate is formed which is dried in the air 
at room temperature. When dry it is a pale yeUow compound, M.pt. 
93° to 105° C., easily soluble in benzene, chloroform, or hot acetic acid, 
and insoluble in alcohol or light petroleum. It explodes above its 
melting-point. 

Triphenylmethylsilicane * is prepared by the action of magnesium 
methyl iodide on triphenylsilicon chloride, and heating the product at 
130° C. for three hours. It is recrystallised from petroleum ether and 
melts at 67° to 67*5° C. 

Phenyltrimethylsilicane ® is obtained from phenyl silicon tri- 
chloride by interaction with methyl magnesium bromide, and boils at 
171*5° to 171*7° C. It is a transparent, highly refractive liquid, with a 
characteristic odour. 

Benzyl trimethylsilicane occurs from the interaction of benzyl- 
trichlorosilicane and methyl magnesium bromide. It boils at 191*2° to 
191*4° C., is isomeric with phenyldimethylethylsilicane and is a colour- 
less liquid, having a strong odour resembling anisole.® 

1 Polls, Ben, 1886, 19, 1012. 

2 Kipping and Lloyd, Proc, Ohem. Soc., 1899, 15, 174; Tmns, Chem. Soc,, 1901, 79, 
449. 

® Polis, foe. cit 

4 Marsden and Kipping, Tram, Chem, 80 c., 1908, 93, 198. 

» Bygd4n, Ben, 1912, 45, 707. 
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Triphenylethylsilicane is formed by the action of zinc ethyl on 
triphenylsilicon bromide.^ Two products are formed, triphenylethyl- 
silicane and triphenylsilicane ; the first is soluble in cold acetone, and 
the second soluble only with difficulty. Triphenylethylsilicane forms 
plates, M.pt. 72° to 74° C.® It may also be prepared from triphenyl- 
silicon chloride, using excess of ethyl magnesium bromide.^ 

Phenyltriethylsilicane ^ is produced when phenylsilicon trichloride 
and zinc ethyl, in equal quantities, are heated in a sealed tube for one 
hour at 150° C. The gas pressure in the tube is then released and the 
heating continued at 160° C. and finally at 165° C. After treating 
the product with water, and then hydrochloric acid, an oil is formed 
which is taken up in ether, washed, dried, and distilled. The product, 
B.pt. 230° C., is phenyltriethylsilicane, a colourless, faintly fuming liquid, 
soluble in ether and insoluble in water. It burns with a sooty flame and 
has a density of 0-9042 at 0° C. Diphenyldiethylsilicane, B.pt. 305° 
to 315° C., is formed as a by-product : 

2Si(C,H5)3(CeH5)=(CeH5),Si(C,H5),+Si(C,H5)4 

Phenyltriethylsilicane gives the following reactions : — ® 

1. C«H 5 Si(C 2 H 3 ) 3 +HN 03 =CeH 4 N 03 .Si(C 3 H 5 ) 3 +H 20 

2. CeH5Si(C2H5)3+H3S04=CcH4HS03.Si(C3H5)3+H20 

3. CeH5Si(C2H5)3+H2S04=(C2H5)3Si0H+CeH5.S03H 

Hot. 

4. CcH5Si(C3H5)3+Cl3 =C6H4Cl.Si(C,H5)3+HCl 

The above chlorine substitution product (4) boils at 260° to 265° C., 
density 1-0185 at 0° C., is insoluble in water, has a faintly aromatic odour, 
and burns with a green flame, leaving a deposit of silica.® 

Diphenyldimethylsilicane is obtained by acting upon dichloro- 
diphenylsihcane with an excess of magnesium methyl iodide. It boils 
at 176° to 178° C. at 45 mm.^ 

p -Bromophenyltriethylsilicane ® is formed from ethyl magnesium 
bromide and p-bromophenyl silicon trichloride. It boils at 149° C. at 
14 mm., and has a density of 1-1643 at 21° C. The magnesium com- 
pound of the silicane reacts with acetaldehyde and higher aldehydes to 
form derivatives of the type Si(C 2 H 5 ) 3 .C 6 H 4 .CHR.OH (see Appendix, 
Table VIa).» 

p-Chlorophenyltriethylsilicane is prepared as above. It is a 
colourless, faintly fuming oil, B.pt. 137° C. at 14-5 mm. ; density 0-9971 
at 18° C. 

1 Ladenburg, Ren, 1907, 40, 2274. 

2 Marsden and Kipping, Trans, Chem, JSoc., 1908, 93, 198. 

® Marsden and Kipping described the compound as forming rhomboidal prisms, M.pt, 
76° 0., soluble in ether, cMoroform, benzene, ethyl acetate, acetone, or light petroleum, 
moderately soluble in alcohol and insoluble in water. 

^ Erieil and Ladenburg, AnnaUn, 1871, 159, 259- 

® Ladenburg, AnnaUn^ 1874, 173, 160. 

® Bygd4n (Ren, 1912, 45, 707) obtained phenyltriethylsilicane from phenylsilicon 
trichloride and 4-2 mols. of ethyl magnesium bromide, and found its boiling-point to lie 
between 238*2° and 238*4° C. 

’ Kipping, «/. Ch&m, Soc., 1927, p. l04. 

® Griittner and Krause, Ren, 1917, 50, 1669. 

9 Griittner and Oauer, Ren, 1918, 51, 1283. 

10 Bygd4n, loc. cU, 
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p-Iodophenyltriethylsilicane is formed from the magnesium 
compound of p-bromophenyltriethylsilicane, (C2H5)»Si.C6H4.MgBr, by 
the action of iodine. It boils at 165° C. at 13 mm. ; density 1-3342 
at 16° C. 

p-Chlorophenyltri-n-propylsilicane is obtained from p-chloro- 
phenylsilicon trichloride and n-propyl magnesium chloride. It is an oil 
with a faint odour, B.pt. 160° C. at 14 mm. ; density 0*9668 at 14° C. 

The refractivities of the above compounds are shown in Table VI. 
of the Appendix. 

Phenyldimethylethylsilicane, (CH3)g(C2H5)(C6H5)Si,^ is best pre- 
pared from phenylethylsilicon dichloride, which is obtained according 
to the equation : 

CgH5SiCl3+C6H5MgBr-(C2H5)(C6H5)SiClg+MgClBr 

(1 mol.) (M mol.) 

By the action of methyl magnesium bromide on the above dichloride, 
the desired silicane is produced, B.pt. 197*6° to 198*6° C. The product 
is not quite pure. 

Benzylethyldipropylsilicane ^ is obtained from benzylethyl- 
propylsilicon chloride by the action of magnesium propyl bromide. It 
boils at 280° C., and is a colourless, mobile liquid. It is converted into 
benzylethyldipropylsilicane sulphonic acid, (C2H5)(C3H7)2.Si.CH2.C3H4. 
SO3H, by chlorosulphonic acid in chloroform solution. The l-menthyl- 
amine salt, Si.C2H5(C3H7)2CH2.CeH4S03H.CioHi9NH2, prepared from 
the ammonium salt, is a colourless solid. The cinchonidine salt melts at 
194° to 195° C., and has the value [a]© —72°. The cinchonidine hydrogen 
salt melts at 222° to 224° C. The quinine salt has a melting-point of 
175° C., and [a]D —112*3°. The quinine hydrogen salt melts at 223° 
to 224° C. The Z-menthylamine, cinchonidine, and quinine salts are 
very similar to the corresponding salts of di-benzylmethylethyl- 
propylsilicane sulphonic acid, which seems to point to the fact that 
the latter are merely mixtures of their optically isomeric components. 

Dibenzylethylpropylsilicane ^ is prepared by the interaction of 
benzylethylpropylsilicon chloride and magnesium benzyl chloride. The 
body is easily acted on by chlorosulphonic acid, like all silicon hydro- 
carbons containing a benzyl group. Sulphonation under suitable 
circumstances gives a mono acid which is usually accompanied by a 
disulphonic acid. Dibenzylethylpropylsihcane is a colourless liquid, 
lighter than water. It is miscible with most organic solvents, and has 
a violet fluorescence. The hmenthylamine salt, 

CeH,CH2.Si.C2H,.C3H7.CH2.CeH4.S03H.CaoHi9NH2.2H20 

crystallises from moist petroleum ether in plates, and is similar to the 
corresponding salt of the monosulphonic derivatives of benzylmethyl- 
ethylpropylsilicane. 

Phenylmethylethylpropylsilicane ^ is produced by the action of 
methyl magnesium iodide on phenylethylpropylsihcon chloride. It is a 
mobile liquid, B.pt. 228° to 230° C., and is decomposed by sulphuric acid, 
giving apparently benzene and methylethylpropylsilicol. 

1 Bygd4n, Ber,, 1912, 45 , 707. 

2 Marsden and Kipping, Broc. CUm. 800., 1908, 24 , 12 ; Trans. CJiem, 80c., 1908, 
93 > 108. 

® Challenger and Kipping, Trans. Ghem. Soc,, 1910, 97 , 142. 

^ Kipping, Proc. Chem, 80c., 1905, 21 , 65 ; Trans, CUm, 80c., 1907, 91 , 209 
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Phenylbenzylethylpropylsilicane is prepared by the action of the 
benzyl Grignard reagent on phenylethylpropylsilicon chloride. The com- 
pound is a colourless, highly refractive liquid, lighter than water, B.pt. 
249® to 251® C. at 100 mm., and is readily decomposed by sulphuric acid, 
giving benzene and benzylethylpropylsihcol or the corresponding ether, 
(Si.C2H5.C3H7.C6H5CH2)20. When this decomposition product of 
phenylbenzylethylpropyJsilicane is heated with sulphuric acid it 
undergoes sulphonation, but only one acid of the several formed has 
been separated. It seems to have the composition 

Si.C2H5.C3H7.OH.CH2.C6H4.SO3H 

Benzylmethylethylpropylsilicane is prepared in the same way 
as the corresponding phenyl compound, using methyl magnesium iodide 
and benzylethylpropyl silicon chloride.^ It is a mobile liquid, B.pt. 177® 
C. at 100 mm. Sulphuric acid at 130° C, sulphonates the body, forming 
a mixture of acids, two of which have been separated in the form of their 
l-menthylamine salts. Analysis apparently points to one being derived 
from benzylethylpropylsilicolsulphonic acid, and therefore its formula is 

C2H5.C3H7.Si(OH).CH2C6H4.S03H.CioHi9NHo 


Being only produced in small quantity, it has not been very thoroughly 
investigated. The salt crystallises in prisms, M.pt. 210® to 212° C. 
The second l-menthylamine salt has the composition. 


Si(CH3)(C2H5)(C3H7)CH2.C6H4.S03H.CxoHi9NH2 


and can be more readily formed by sulphonation of benzylmethylethyl- 
propylsilicane with chlorosulphonie acid. It crystallises with 2 mols. 
of water of crystallisation from wet petroleum ether, and the dehy- 
drated salt melts at 122-3® C. The l-menthylamine , quinine^ cinchoni- 
dine, cinchonine, narcotine, and several other salts of the above dl- 
silicane sulphonic acid have been fractionally crystallised under different 
conditions, but no indication of resolution of the acid has been observed. 

Benzylethylpropylisobutylsilicane ^ is obtained from benzyl- 
ethylpropylsilicon chloride by isobutyl magnesium bromide, and is a 
colourless liquid resembling a hydrocarbon, B.pt. 282® to 283° C. It 
is sulphonated by chlorosulphonie acid, as in the case of the previous 
compound containing more closely related groups, and the l-menthyU 
amine salt obtained," After fractionally crystallising this it cannot be 
resolved. Several other salts have been made using active bases. The 
extreme fractions of the hydrogen salts of quinine, cinchonine, and 
cinchonidine have been investigated, but, except for the last case, the 
melting-points and specific rotations of these fractions of a given salt 
are identical within limits of experimental error. In the cinchonidine 
hydrogen salt two fractions investigated are thus : most readily 
soluble fraction, [a]D+61*6®; sparingly soluble, [a]D+72-7®. One 
crystallisation from ethyl acetate and methyl alcohol gives results 
-f-57*l® and 73-8®, and the decomposition points of the fractions are then 
identical (220® to 223® C.). The next most readily soluble fraction 
gives +62 -5®, and the decomposition point is the same as the above. 


1 Kipping, Proc. GMm, Soc., 1906, 21 , 66 ; 1907, 23 , 83 ; Trans, Chem, Soc,, 1907, 
92 , 717. 

2 Kipping and Davies, Proc, Chem. Soc., 1909, 25 , 9 ; Trans, Chem. Soc,, 1909, 95 , 68 . 
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Further results have failed to show resolution. Possibly they are 
resolved under certain conditions, but the enantiomorphous relationship 
between the two optically active acids is difficult to establish. 

Aryl Derivatives of the Type RgSiX. 

Triphenylchlorosilicane, (CeH5)3SiCl, is prepared ^ from tetra- 
phenylsilicane and phosphorus pentachloride : 

(C6H5)4Si+PCl5=(CeH5)3SiCl+CeH5Cl+PCl3 

It forms colourless crystals, fuming slightly in air, M.pt. 88° to 89° C. 
This substance may be distilled under reduced pressure without de- 
cornposition, but hydrogen chloride is evolved when it is distilled at the 
ordinary pressure. It is really soluble in light petroleum, anhydrous 
ether, benzene, chloroform, or carbon bisulphide, but in absolute alcohol 
it yields the corresponding ester. The chloro-compound undergoes 
ruptoe at the phenyl-silicon linking when treated with metallic sodium 
in liquid ammonia. Triphenylchlorosilicane combines with 2 mols. of 
ammonia, giving a product which on decomposition yields triplienyl- 
silicylamine, M.pt. 55° to 56° C.^ 

Triphenylbromosilicane ^ is obtained by warming tetraphenyl- 
silicane with the molecular quantity of bromine on a water-bath, then 
10 per cent, bromine is added and the whole heated to 150° C. for eight 
or ten hours. 

(CeH5),Si+Br3=(CeH5)3SiBr+CeH5Br 

The residue is treated with ligroin, the solvent distilled off, and the 
bromobenzene removed in vamOy when impure bromide remains. It 
forms colourless, small needles, fuming slightly in air, M.pt. 118° to 
120° C., and is easily decomposed by water or alcohol. It is readily 
dissolved by ether or hot benzene, but is difficultly soluble in ligroin. 
The yield is about 80 per cent. 

Triphenylsilicon acetate, (C 6 H 5 ) 3 Si.OCOCH 3 , is produced by 
boiling triphenylsilicol with acetyl chloride.^ It forms colourless 
prisms, M.pt. 91° to 92° C. 

Tribenzylchlorosilicane ® crystallises in prisms, M.pt. 141° C.. 
B.pt. 800° to 860° C. at 100 mm. Water decomposes it into tribcnzyl- 
silicol. 

Diphenylethylchlorosilicane is obtained by working up the by- 
product, B.pt. above 240° C., in the preparation of phenylethylsilicon 
(hchloride, which is isolated from phenyl magnesium bromide and ethyl 
silicon trichloride. It is a colourless liquid, B.pt. 206° to 208° C. at 50 mm. 
The corresponding methyl compound boils at about 180° to 195° C. 

Dibenzylethylchlorosilicane occurs in the preparation of benzyl- 
ethyl silicon dichloride, using benzyl magnesium chloride on ethyl 
siheon trichloride.^ It is a colourless oil, fuming in moist air, and is 

1 Polls, Ber.y 1886, 19, 1012. 

2 Kraus and Rosen, J. Amer. Ghem. JSoc., 1926, 47, 2739. 

« Ladenburg, Rer., 1907, 40, 2274. 

I^loyd, Proc. Ghem. Soc., 1899, 15, 174; Trans, Ghem. Soc,, 1901, 

79, 449. 

® Marsden and Kipping, Proc, Ghem. Soc., 1908, 24, 26 ; Mai*tin and Kipping, Trans. 
Ghem. Sac., 1909, 95, 302. 

* Ohem. Soc,, 1905, 21, 65 ; Challenger and Kipping, Trans. Ghem. Soc., 
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decomposed by water into the silicol, this spontaneously passing into 
the compound [(CeH5CH2)(C2H5)Si]20, M.pt. 56® C., when kept over 
sulphuric acid for a time. 

Phenylethylpropylchlorosilicane ^ is the principal product from 
the interaction of phenylethylsilicon dichloride and propyl magnesium 
bromide. Its boiling-point is not very definite (about 250° to 260° C.), 
and it is a colourless, refractive, mobile liquid, fuming in air, and readily 
decomposed by water. 

Benzylethylpropylchlorosilicane is produced from benzylethyl- 
silicon dichloride (1 mol.) and propyl magnesium bromide (I mol.). 
It is a colourless, fuming, mobile liquid, which generally becomes pink, 
and is immediately decomposed by water, yielding the corresponding 
silicol and oxide. It boils at 172° to 176° C. at 50 mm., and the yield 
is 50 to 60 per cent, of the theoretical. 

Benzylethylisobutylchlorosilicane.2 — ^By the action of isobutyl 
magnesium bromide on benzylethyl silicon dichloride the above com- 
pound is produced. It has the same properties as the preceding body, 
and boils at 198° to 202° C. 


Aryl Derivatives of the Type RgSiXg.® 

Diphenylsilicon dichloride ^ is obtained from triphenylchloro- 
siiicane and phosphorus pentachloride. It is a colourless liquid, B.pt. 
230° to 237° C. at 90 mm. It also occurs by the interaction of silicon 
tetrachloride and phenyl magnesium bromide.^ Silicon tetrachloride 
(170 grams) is stirred, cooled to 0° C. and 2*25 mols. of phenyl 
magnesium bromide in ether very slowly added. After allowing the 
whole to stand for twelve hours with occasional shaking, it is refluxed 
for three hours, then filtered in the absence of moisture ® and washed 
with ether. The ether is removed by distillation, and after standing 
half an hour the remaining oil is refiltered and distilled at 50 mm. 
Three fractions are obtained : 

1. 110° to 120° C., phenyl silicon trichloride. 

2. 190° to 225° C., diphenyl silicon dichloride. 

3. 260° to 300° C., triphenyl silicon chloride. 

Fraction 2 on redistilling gives a colourless oil, fuming slightly in 
moist air, B.pt. 202° to 204° C. at 45 mm. 

^ Kipping, Proc. Ghem, Soc., 1904, 20, 16 ; 1906, 21, 65 ; Trans* CMm* JSoc,, 1907, 91, 
209. 

® LnfiE and Kipping, Proc. Chem. Soc*, 1908, 24, 224 ; Trans. Ghem. Soc., 1908, 93, 
2004. 

* A possible impurity in diphenylsilicon dichloride may be diethoxydiphenylsilicane 
(Kipping, J* Ghem* Soc*, 1927, p. 2734), and the B.pt. of the latter compound difiPers little 
from that of the diohloride, as seen from the following jfigures ; — 

SiPh2(0Et)a, 197‘‘ to 198° 0. at 50 mm. ; 217° to 218° 0. at 100 mm. ; 302° to 304° 0. at 
767 mm. ‘ SiPhaClg, 199° to 202° 0. at 60 mm. ; 222° to 224° 0. at 100 nmi, ; 302° to 305° 0. 
at 767 mm. The silicane is specifically header than water and miscible in common sol- 
vents. An alcoholic solution in the presence of a little alkali yields tiianhydrotiisdiphenyl- 
silicanediol, and it is also slowly hydrolysed by dilute sulphuric acid. 

^ Polis, Ber., 1886, 19, 1012. 

® Dilthey and Eduardoff, Ber., 1904, 37, 1139; Kipping, Trans. Ghem* Soc., 1912, 
loi, 2108 ; see Kipping and Murray, J. Ghem. Soc., 1927, p. 2737. 

® Kipping, Trans. Ghem. Soc,, 1907, 91, 216. 
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By the action of mercuric oxide on this compound, an oxide^ 

[SiPhoO]-^, has been obtained.^ n . • i i 

Diphenyl silicon dibromide.^ — ^In the preparation of tri])hony^ 
bromosilicane from tetraphenylsilicane and bromine the above compound 
is also formed. It boils between 175° and 183° C. at 12 min. i .i i 
Dibenzyl silicon dichloride. 3— In the preparation of benzylethyl 
silicon dichloride an oily by-product is formed, which in addition to 
dibenzyl and other silicon compounds contains dibeiizyl silicon dichloric e* 
It melts at 50° to 52° C., fumes in air, and decomposes with water, 
the did. By mercuric oxide it is transformed to a polij 7 )iensed Jorni 
of SiBzoO, soluble in ether, acetone, or benzene.^ , , -r 

Phenylethyl silicon dichloride is prepared from ethyl 
trichloride and phenyl magnesium bromide. It boils at 228 to 232 C. 
and is a highly refractive liquid, fuming strongly in moist air. 

Benzylethyl silicon dichloride is obtained as above, using the 
benzyl Grignard reagent. To avoid formation of too much dibenzyU 
the reaction is carried out at 0° C. The two products obtained are 
benzylethyl silicon dichloride and diheyizylBthyl silicou chloudc, Tlie 
former is a mobile, fuming liquid, B.pt. 169° C. at 100 mm. 


Aryl Derivatives of the Type RSiXj. 

Phenyl silicon trichloride.— This compound is made from silicon 
tetrachloride and mercury diphenyl.® The two are heated at 300° C. in 
sealed tubes and the product fractionally distilled. The trichloride is a 
colourless liquid, B.pt. 197° to 198° C. ; it fumes in air and is slowly 
decomposed in cold water, more rapidly on warming or addition of 
ammonium hydroxide. It burns with a sooty flame, depositing silica : 

SiCl4+Hg(C6H6)2-=CeHgSiCl3+C6H5HgCl 

Kipping prepared the body using the Grignard reagent.® One mole- 
cule of silicon tetrachloride and 1*25 mols. of plienyl magnesium 
bromide are used, and the experiment carried out as for diphenyl silicon 
dichloride. The crude body is collected betw^een 110° and 120° C. at 50 
mm. and purified by repeated distillation under reduced pressure. Kitty 
grams of trichloride, B.pt. 198° to 200° C., are obtained from 120 grams 
of silicon tetrachloride. The compound is hydrolysed by ice-cold water 
or ammonium hydroxide solution,^ and the results seemed to point to 
the formation of condensation products, similar to those of the diaryl- 
sihcanediols, and not phenylsiliconic acid, CgHgSiOaH, by elimination 
of water from CeH 5 Si(OH) 3 . This view supports the possibility that 
the so-called siliconic acids are merely mixtures. At lower tempera- 
tures, the products of hydrolysis are possibly largely condensation 
products of the composition CeHgSiOaH or xC 6 H 5 Si(On) 3 — xllgO, 
and at ordinary temperatures higher condensation products are formed 

^ Vyle and Kipping, Trans, Ghem. Soc,, 1924, 125 , 2016. 

2 Ladenburg, Ser., 1907, 40 , 2274. 

* Eobison and Kipping, Trans, Ghem, Soc.^ 1908, 93 , 439 ; Martin and Kipping, 1909, 
95» 302. 

* Vyle and Kipping, he, cit, 

® Kriedel and ladenburg, Annalen, 1871, 159 , 259 ,- Ladonbnrg, Ber,^ 1873, 6 , 379. 

® Kipping, Trans, Ghem. Soc,» 1912, 101 , 2100 ; Meads and Kipping, Trans, Qhem, 
JSoc., 1914, 105 , 679. 

’ Meads and Kipping, ibid. 
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approximating to the formula (CeHsSiO)^©. For derivatives from the 
trichloride and magnesium p-bromophenyl bromide (see Appendix, 
Table VIa).i 

p-Chlorophenyl-silicon trichloride^ is obtained from silicon 
tetrachloride and the magnesium compound of p-chlorobromobenzene. 
It is a colourless oil, B.pt. 105® C. at 15 mm., and is hydrolysed by water 
to the so-called silieonic acid,” an amorphous powder. 

p-Bromophenyl silicon trichloride is similarly prepared from 
the magnesium compound of i:>-dibromobenzene and silicon tetra- 
chloride. It is a faintly fuming oil, B.pt. 120 ® to 125® C., and is also 
hydrolysed by water. With alcohol it forms esters of the type 
CeH.i.Br,Si(OB)3 (see Appendix, Table VIa).® 

p-Tolyl silicon trichloride.^ — ^Tetrachloro-silicane and mercury 
di-]>-tolyl are heated in sealed tubes at 300® to 320® C., when the above 
compound occurs as a strongly refractive, fuming liquid, B.pt. 218° to 
220 ® C. It is found to be decomposed by water, giving a compmud 
having tlie apparent composition C^IIySiOgll, and this when heated at 
200 ® C, s(‘cnis to be transformed into the oxide, (C 7 H 7 SiO) 20 . 

Benzyl silicon trichloride ® is produced when benzyl magnesium 
chloride is allowed to interact with silicon tetrachloride. It is a 
transj)arent, strongly fuming liquid, with a powerful odour, density 
1-283.1, B.pt. 94® to 00 ® C. at 11 mm. 

a-Naphthyl silicon trichloride is j)rodueed in the above manner 
and is similar to the ])reeeding compound, density 1-3760, B.pt. 165® to 

170® C. at 22 mm. 

» 

Aryl Derivaiwes of the Type R 3 Si(OH). 

Triphenylsilicol, ((' 0115 ) 381 ( 011 ),® is formed from triphenylehloro- 
silicanc by boiling with water and a little ammonium hydroxide. It is 
also i)roduecd from the bromide by potassium liydroxide solution at 
120 ® C. It is easily soluble in alcohol, ether, chloroform, or benzene, 
and may be crystallised from acetone, M.])t. 130® to 141® C. (Polis), 
148® to 150® C. (Ladenburg). The compound is also prepared by 
treating the silicone, (CoUgJaSiO, with the (irignard reagent.^ Pre- 
j)ared thus it crystallises in prisms, M.pt. 150® to 151-5® C. (Marsden 
and Kip])ing). 

Triphenylsilicol trisulphonic acid, (C 8 H 4 S 03 lI) 3 Si( 0 II), is made 
by gently warming one part of the above silicol witli six parts of fuming 
sulphuric acid. When it is all dissolved, the solution is poured into cold 
water, neutralised with barium carbonate, then gently warmed and 
filtered from barium sulphate. Evaporation of the filtrate yields the 
barium salt in white flakes. 

Trisulphonate of trinitrophenylsilicoL- The above compound 
is nitrated, using five parts of fuming nitric acid, whilst strongly cooling 

1 Grutiner and Cauor, B&r., 1918, 51 , 1283. 

® (Jriittnor and Krause, Her,, 1917, 50 , 1559. 

® Qriittnor and Cauer, loc* cit 

< Ladenburg, AnmUn, 1874, 173 , 160; Hex., 1874, 27 , 808. 

® Melzer, Her,, 1908, 41 , 3390; Martin and Kipping, Trar^, Ohem, 80 c,, 1909, 95 , 
302. 

* Polis, Ber„ 1880, 19 , 1012 ; Laclonburg, Ber,, 1907, 40 , 2274. 

7 Kmping and Lloyd, Froc, Ghem. 80 c,, 1899, 15 , 174 ; Marsdon and Kipping, Trans, 
Chem, 80 c,, 1908, 93 , 198. 
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the mixture. The product is poured into cold water, partly evaporated 
to remove some of the nitric acid, then again diluted and neutralised^ 
with barium carbonate. An intense yellow solution is formed, this after 
filtration and evaporation yielding the bariwn salt of the compound as 
yellow crusts, which are recrystallised from water. 

PhenylmethylethylsilicoL^— Phenylethylsilicone is first prepared 
from phenylethyl silicon dichloride by hydrolysis, and the silicone then 
allowed to interact with methyl magnesium iodide. The product is 
contained in the fraction boiling at 115° C. at 17 mm. It is a colourless, 
mobile liquid, practically insoluble in water, and on standing slowly 
passes to the oxide which produces a turbidity. 

Phenyldiethylsilicol is also prepared from the silicone, as in the 
case of the previous compound. It boils at 165° C. at 60 mm. With 
water it is slowly decomposed, probably yielding phcnyldiethylsilicyl 
oxide. 

PhenylethylpropylsilicoP is formed from phenylctliylpropyl silicon 
chloride by treating it with p-toluidine in dry ether. The ether 
is distilled off and the residue warmed with sodium, then fractionated. 
It has similar properties to the above, and boils at 250° C. 

Tribenzylsilicol ^ is prepared from benzyl silicon trichloride, which 
with cold water yields benzyl meta-silicic acid. This, with a large 
excess of benzyl magnesium chloride, and heating the reaction mixture 
to 220° C., gives the silicol, the dibenzyl being removed by steam-dis- 
tillation. The remaining pasty mass is extracted with ether, and the 
silicol distilled at 250° to 800° C. at 20 mm. The fraction solidifies and 
is crystallised from chloroform and light petroleum, M.pt. 104° C. The 
yield is only 5 grams from 14 grams of the acid. It has also been pre- 
pared using excess of Grignard reagent,^ or from tribenzylchloro- 
silicane using moist alcohol,® 

Dibenzylmethylsilicol is formed from dibenzylsilicone, M.pt. 98° C., 
using ethereal methyl magnesium iodide and heating at 200° C. for one 
hour after distilling oft the ether. An oily product is isolated, which 
mostly distils between 240° and 242° C. at 60 mm. 

Dibenzylethylsilicol is obtained also as an oil, and passes spon- 
taneously into dihenzylethylsilicyl oxide, M.pt. 54° C. 

Benzyldiethylsilicol is isolated from benzylethylsilicoiie by 
gradually adding it to the ethyl Grignard reagent (1-5 mols.). The 
residue is finally heated to 190° C. for an hour, then treated when 
cold with water. The oil is extracted with ether, and 60 per cent, 
comes over at 165° C. at 40 mm. It is a colourless liquid, miscible 
with most organic solvents and decomposes slowly to oxide, deposit- 
ing globules of water, and becoming cloudy. With acetyl chloride 
this silicol does not give the corresponding chloride, as in the case of 
tribenzylsilicol, 

Benzylethylpropylsilicol may be obtained by two methods : 


1 Kipping and Hackford, Trans, OJiem, Soc,, 1911, 99 , 13S. 

2 Kipping, Tram, Ghem. 80 c,, 1907, 91 , 209. 

3 Kipping and Hackford, Proc. Chem. 80 c., 1911, 27 , 8 ; Tram, Ghem, 80 c.., 1911, 99 , 
138. 

^ Dilthey and Eduardoff, Ber., 1905, 38 , 4132. Dilthey and TSduardojOP giv(^ the 
melting-point 106° C., and describe the body as crystallising from alcohol in long, 
colourless needles. 

^ Robison and Kipping, Trans, Ghem, 80 c,, 1908, 93 , 439. 
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1 . By the decomposition of bcnzyletliylpropylchlorosilicane with 
water. ^ Two products result, one possibly being the ether, 

(Ceir5Cll2.C2H5.C3ll7.Si)20 

B.pt. 255'^ C. at 25 nmi., but the principal product is the silicol, B.pt. 
155° C. at 25 mm. The silicauc used in the preparation is formed from 
benzylethyldichlorosilicane and propyl magnesium bromide. 

2 . From bcnzylethylsiliconc, CeHsCHa.CgHs.SiO, and propyl mag- 
nesium bromide. The mixture is heated to 190° C., then decomposed by 
winter.® 

Benzylcthylpropylsilicol is easily sulphonated, giving two acids at 
least. The ammonkm salt of one seems to show it is derived from the 
acid of constitution, 

C\>n5.C;ai7-^i(On).CH2.C6H.|S03H 

but molecular weight determinations indicate polymerisation or con- 
densation. Sulplionation of the pure oxide, using ehlorosulphonic acid, 
api^ears to gi\'(‘ similar acids to those obtained from the silicol, the 
constitution being 

C 2 H 5 C 2 II 5 

SO^lI.Cell .iCir2.Si -0 -Si.CH 2 C 6 ll 4 S 03 H 

C 3 H 7 C 3 H, 

Benzylethylisobutylsilicol ® is formed when the corresponding 
chloride is treated with water. It boils at 162° to 164° C. at 25 mm. In 
each case, when the chloride, oxide, or silicol is sulphonated, the product 
is a mixture from whi(jh the dZ-acid, sulpliobenzylethylisohotylsiUcyl 
(hvide is isolated as its l-7nenfhylamhie salt, 

M.pt. 240° to 245° C. and [a]n --14-7° in methyl alcohol solution. 

Aryl Derivatives of the Type R 2 Si{ 0 H) 2 . 

Diphenylsilicanediol and its condensation products have been 
studied by Kipping with interesting restilts.^ It maybe prepared from 
8 grams of silicon tetrachloride and 17 grams of phenyl magnesium 
bromide in the following manner: 

During addition of the tetrachloride the mixture is carefully cooled, 
and then allowed to remain at room temperature until the greenish 
precipitate does not increase. Then the product is decomposed with 
ice-water, extracted with ether, and the solvent distilled off. The 
residue on crystallisation from benzene gives a 25 to 80 per cent, yield 
of the did, which forms glistening needles, M.pt. 188° to 189° C. It 
is easily soluble in ether or (Chloroform, but sparingly soluble in ligroin. 

^ Kipping, Proc. 0hcm» 1905, 21, 05 ; Trans, Ghm, 1907, 91, 717. 

* Kipping and Ha<*kford, Tram. Ohem. Boc.y 1911, 99, 1S8. 

* bnff and Ki}>])ing, Proc. Ohem. ASfor., 1908, 24, 224 ; Trans. Ohem. Soc.^ 1908, 93, 
2004. 

* Kipping, Proc. Ciwm. Bos., 1912, 28, 243, 244, 246 ; Trans. OhAm. Boo., 1912, lox, 
2108 ; Kipping and Robison, Proc. Ohem. Boo., 1913, 29, 374 ; Trans, Ohem. Boo., 1914, 
X05, 484. 

« Dilthoy and Eduardoff; Rsn, 1904, 37, 1139. 
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It may be dried at 100° C. without decomposition. Further heating at 
a higher temperature causes elimination of 1 moL of water, but the 
remaining mass is gelatinous and has no definite melting-point, being 
probably diphenylsilicone, (C 6 H 5 ) 2 SiO.^ ^ 

The diol is also formed by the action of dilute ammonium hydroxide 
or water on diphenylsilicon dichloride.^ 

Kipping in 1912 prepared the compound from diphenylsilicon 
dichloride and water, but it was difficult to obtain it pure. Dilute 
ammonium hydroxide on the dichloride gives only a small proportion 
of diphenylsilicanedioL When the dichloride is slowly added to 5 per 
cent, potassium hydroxide (4 mols.), slight heat is developed, and 
on feebly acidifying with acetic acid a white paste is formed, which 
when freshly precipitated is soluble in potassium hydroxide but changed 
during filtration and no longer soluble. ^ ^ 

Some air-dried specimens show a melting-point of 105° to 110 C., 
effervescence being due to steam. Attempts to purify the diphenyl- 
silicanediol show it to be usually decomposed in ether, or ethyl acetate. 
Occasionally, however, it has been thrown down from solvents as a 
lustrous powder or imperfect prisms, and an oil remains in the mother- 
liquor. The melting-points vary, and this is probably due to traces of 
acid in the solvents, rather than removal of impurity by them. A trace 
of hydrochloric acid in a solution of diol usually causes a rise in melting- 
point to about 145° C. On this account crystallisation is carried out 
with ether at ordinary temperature, and the ethereal solution allowed 
to float on water containing a trace of potassium hydroxide. In this 
case diphenylsilicanediol is obtained as lustrous prisms, completely 
soluble in potassium hydroxide and decomposed at 115° to 118° C. with 
effervescence. Another means of purification is to dissolve the com- 
pound in acetone, then to dilute with a small proportion of water. The 
liquid is milky, and after standing a few days the diol separates, and is 
filtered, the milky liquid going through. The crystals are washed free 
from oil with chloroform. This operation is repeated until there is 
no milkiness, and then the pure diol is obtained after one more crystallisa- 
tion with hot ethyl acetate or acetone. 

Diphenylsilicanediol forms long, colourless needles or prisms which 
often exceed 20 mm. in length. It sinters at 125° Cv, and becomes liquid 
with effervescence at 128° to 132° C. It is practically insoluble in water 
or light petroleum, only sparingly soluble in cold chloroform, and very 
moderately soluble in boiling benzene. It easily dissolves in hot ether, 
ethyl acetate, or acetone. The diol is stable at ordinary temperatures, 
but its isolation is difficult owing to its sensibility towards alkalis, acids, 
and other reagents. The crystal measurements are shown in Table 
VII. of Appendix. 

Diphenylsilicanediol in the presence of acids or alkalis very easily 
undergoes condensation. This accounts for the glue-like substances 
obtained in the preparation of the diol from diphenyl silicon dichloride by 
various methods, and they consist of a mixture of any of the four follow- 
ing condensation products ; — 

1. Anhydrobisdiphenylsilicanediol, 

H0.Si.(C,H5)2.0.Si{C6H5)2*0H. 

1 Kipping and Lloyd, Tram, Chm^ Soc., 1901, 79 , 449u 
^ Martin, Ber., 1912, 45 , 403^ 
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2. Dianhydrotrisdiphenylsilicanediol, 

HO.Si(C6H5)3.0.Si{C6H5),.O.Si(CoH5)a.OH 

3. Trianhydrotrisdiphenylsaicanediol, 


/Si(CoH5)2.0\ 
or >Si{C8l-lB)2 


'^Si(C6H5),.- 

4. Tetra-anhydrotetrakisdiphenylsilicanediol, 


/Si(Cell5)3.0.Si(CcH5)2\ 
cHe)/ 




Si(CoH5)2.0.Si(CeH3) 


When di])henylsilicanediol is heated at 140° to 180° C, it loses 
ap})roximateIy 1 mol. ot‘ water and yields mainly trianhydrotris- 
diphcnylsilicanedioL In addition, a small amount of tetra-anhydro- 
tetraklsdiphcnylsilicancdiol is produced, and also an oil, easily soluble 
in petroleum ether containing a little chloroform. It is proved nob to 
be di]>henylsilicone, wliich at first it seems likely to be, for a small 
quantity of dianhydrotrisdiphenylsilicancdiol is isolated. Steam- 
distillation gives no diplienylsilieone in the distillate. Part of the oily 
product appears to consist of anhydrobis- and dianhydrotris- diphenyl- 
silicanediol. 

When diphenylsilicanediol undergoes condensation in acetone solution 
in the presence of a trace of piperidine, crystals of tetra-anhydrotetrakis- 
diphenylsilicanediol, 200° C., are deposited, together with a small 
amount of a colourless j^owder, probably a condensation product more 
complex than the above. 

Diphenylsilicanediol in acetone containing a little ammonium hydrox- 
ide gives an oil at ordinary teinperatiires, which, when crystallised 
from chlorofoi'in and light pctrolcuni, yields anhydrobisdiphenyl- 
silicanediol, M.pt. 113° C., and soluble in 5 per cent, potassium hydroxide. 
Another experiment carried out in the same way gave a compound, 
M.pt. 112° (u, insoluble in potassium hydroxide solution. It was 
dianhydrotrisdiphenylsilieanediol. The products here are not closed 
chain condensation bodies. 

Anhydrobisdi])hcnylsilicanediol. The crystals deposited from a 
mixture of chloroform and light petroleum give the measurements sliown 
in Table VIIL of the Appendix. 

The action of piperidine on anhydrobisdiphcnylsilicanediol is to give 
tetra-anhydrotctrakisdii)henylsilicanediol and some trianhydrotrisdi- 
phenylsilicanetliol, together with a powder consisting possibly of highly 
complex condensation products. The action of piperidine, besides 
causing condensation, also brings about hydrolysis of the anhydro- 
bisdiphcnylsilicancdiol, giving diphenylsilicanediol, and this then con- 
denses forming a small quantity of trianhydrotrisdiphenylsilicanedioL 

Anhydrobisdiphcnylsilicanediol changes after a time in the presence 
of hydrochloric acid in methyl alcohol solution, giving a small quantity 
of oil. The solvent is allowed to evaporate at ordinary temperature and 
the process repeated. The oil is washed with alcohol, and the sub- 
stance when crystallised from ethyl acetate yields prisms of trianhydro- 
trisdiphenylsilicanediol, M.pt, 188° C, No tetra-anhydro compound is 
detected. The hydrochloric add therefore does not cause condensa- 
VOL. XI. : I. IS 
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tion, but hydrolyses the anhydrobisdiphenylsilicanediol to the diphenyl- 
silicanediol, which then condenses to give trianhydrotrisdiphenyl- 
silicanediol. - 

Dianhydrotrisdiphenylsilicanediol, deposited from chloroform ^and 
light petroleum, gives the crystal measurements shown in Tabic IX. of 
Appendix. 

The action of piperidine on dianhydrotrisdiphenylsilicanediol is to 
give tetra-anhydrotetrakisdiphenylsilicanediol, while some trianhydro- 
trisdiphenylsilicanediol is probably produced. 

Experiments seem to show that piperidine on diphenylsilicancdiol, 
anhydrobis- and dianhydrotris- diphenylsilicancdiol give as principal 
product tetra-anhydrotetrakisdiphenylsiUcanediol. 

When hydrochloric acid is added to a methyl alcohol solution of 
dianhydrotrisdiphenylsilicanediol, an oil separates, which on evapora- 
tion at the ordinary temperature yields a crystalline residue. Recrystal- 
lisation from ethyl acetate gives prisms of trianhydrotrisdiphenyl- 
silicanediol, M.pt. 188° C. 

Trianhydrotrisdiphenylsilicanediol, a closed chain compound, is 
hydrolysed by potassium hydroxide, giving as final product the potas- 
sium derivative of diphenylsilicancdiol. On evaporating oft tlic alcohol 
and adding a slight excess of acetic acid to the residue the diol is de- 
posited. The following equation represents the reaction when hydro- 
lysis is stopped at a very early stage of its development : — 

.Si(C,H5)20v 

0< >Si(C6H5),+H20=H0.Si(CeH5)20.Si(C6H5)2.0Si(C6H5)20H 

\Si(CeH5)20/ 


0-25 gram of the trianhydro-compound is dissolved in a mixture of 
acetone and a little ether, then (0-05 gram) 3 per cent, aqueous sodium 
hydroxide added. In less than half a minute this is acidiiieci with 
dilute acetic acid and the solvents evaporated rapidly at the ordinary 
temperature. The oily residue is next treated with alcohol, filtered, and 
again evaporated at the ordinary temperature, and tlic oil after crystal- 
lisation from a mixture of chloroform and light petroleum gives pure 
dianhydrotrisdiphenylsilicanediol. 

Trianhydrotiisdiphenylsilicanediol, like the corresponding l)enzyl 
compound, is hydrolysed by hydrogen chloride into the open chain 
compound dianhydrotrisdiphenylsilicanediol. This hydrolysis is re- 
versible. Piperidine on the trianhydrotris-derivativc gives tetra- 
anhydrotetrakisdiphenylsilicanediol mixed with unchanged product. 

Crystals of trianhydrotrisdiphenylsilicancdiol deposited from (‘thyl 
acetate solution have been measured, and the results are shown in 
Table X. of Appendix. 

Trianhydrotetrakisdiphenylsilicanediol is the most complex open- 
chain compound yet isolated, and is formed by carefully hydrolysing 
tetra-anhydrotetrakisdiphenylsilicanediol. 


.Si(CeH5)2.0.Si(CeH5),^ 

\Si(CeH5),.O.Si(CeH5)2^ 


O-t-H20-H0.Si(CeH5)ASi(Cell5),.0. 

Si(CeH5)ASi(CeHe),,On 


This partial hydrolysis is carried out in the following way. The 
closed chain compound is dissolved in chloroform, and a considerable 
excess (5 to 6 mols.) of an alcoholic solution of sodium ethoxide is 
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added. Sufficient chloroforni should be present to prevent any pre- 
cipitation. In not more than a minute slight excess of very dilute 
acetic acid is added, the whole shaken and the chloroform separated. 
The aqueous portion is again extracted with this solvent and all the 
chloroform evaporated at the ordinary temperature. The residue is then 
treated two or three times with cold ethyl alcohol, which leaves behind 
a considerable portion of unclianged tetra-anliydrotctrakisdiphcnyl- 
silieanediol. The alcoholic extract after liltcring is diluted with water 
and the trianhydrotctrakisdiphcnylsilieancdiol is obtained after several 
recrystallisations from a mixture of chloroform and light petroleum. 
The yield is not good, but further quantities may be obtained by rci^eat- 
ing the Iiydrolysis on the unchanged tetra-dcrivative. 

Trianhydrotetrakisdiphenylsilicanediol crystallises in short, colourless 
prisms, M.pt. 128-5° C. It resembles the other two open-chain con- 
densation products of diphenylsilicancdiol. 

Tetra-anhydrotetrakisdiphenylsilicanediol is formed from tri- 
anhydrotctrakisdiphenylsilicanediol by warming an alcoholic solution 
of the latter with a trace of sodium hydroxide. The crystalline pre- 
cipitate melting at 200° C. when crystallised from ethyl acetate is pure 
tetra-anhydrotetrakisdiphenylsilicanediol, M.pt. 201° C. 

An alcoholic solution of tlic trianhydrotctrakis-compound with 
hydrochloric acid does not give so pure a product of the tetra-com- 
poLind. The tri-body may i)c converted into the tetra-derivative also 
by heating the former at ioo° to 200° C. for hfteen minutes. Water is 
evolved, and wlu‘u decomposition ceases the mass is cooled. Addition 
of ether causes this to (Tystallise, and cold alcohol removes only a little 
soluble matter. The residue on crystallising several times yields pure 
tetra-anhydrotctrakisdi])hcnylsilicancdiol, which forms well-defined, 
almost rectangular plates, when de})osited from ethyl acetate at the 
ordinary temperature. These have l>een measured and the results are 
recorded in Table XL of Appendix. 

Phenylethylsilicanediol is obtained by hydrolysis of the corre- 
sponding disubstituted dichlorosilicanes with aqueous ammonium 
hydroxide.^ The diol is deposited in long, transparent needles, when 
the ethereal solution is evaporated at the ordinary temperature. The 
compound is rccrystallised from ether and light ])ctroleum, and has M.pt. 
70° C. It is easily soluble in organic solvents, except light petroleum, 
in which it is sparingly soluble. 

Anhydrobisphenylethylsilicanediol is formed from j)henyl- 
ethylsilicancdiol when a pure specimen of tlic latter is kept in a sto})pcred 
bottle at ordinary temi)CTature. The reaction is very slow. An aqueous 
solution of the diol and a few drops of hydrochloric acid left for twenty- 
four hours yields a crystalline precipitate of the anhydro-compound. 
When crystallised from light petroleum and a little ether it forms long, 
transparent needles, M.pt. 87*5° C, 

DibenzylsilicanedioL^ — ^The earlier preparations of the compound 
are not too satisfactory owing to mixtures being formed, but finally a 
yield of the diol has been obtained in the following manner : — 

Dibenzyl silicon dichloride is melted carefully and dropped into a 

1 Kipiwng, Tram, Ohem, Boc,, 1912, loi, 2100. 

* Dilthey and Eduardofi, Ren, 1905, 38, 4182 ; Robison and Kipping, Froc, Ohem, 
8 oc„ 1912, 28, 245 ; 1913, 29, 348 ; Tram. Ohem, 80 c,, 1908, 93, 439 ; 1912, loi, 21 ; 
1914, 105, 40. 
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5 per cent, solution of potassium hydroxide whilst stirring. The turbid 
liquid is filtered from the insoluble portion, possibly dibenzyh then 
shaken with animal charcoal. When the clear filtrate is made slightly 
acid with acetic acid a thick, flocculent precipitate is produced. This 
is difficult to dry, but on leaving several days on a porous pjate and 
finally washing with light petroleum the compound melts at 98° to 100° 
C., and is almost pure dibenzylsilicanediol. There is a small proportion 
of substance insoluble in potassium hydroxide present, which seems to 
point to a slight decomposition after precipitation from the solution of 
the potassium derivative, due possibly to traces of alkali adsorbed by the 
somewhat colloidal precipitate. The impurity is not easily eliminated. 
The method adopted is to dissolve the dibenzylsilicanediol in acetone, 
then add water until a turbidity is produced, after which the solution is 
allowed to evaporate spontaneously. The liquid soon shows in addition 
to milkiness, silky, opaque needles, and these are decanted from the 
mother-liquors and again dissolved in acetone. This is repeated till 
the product is completely soluble in 5 per cent, potassium hydroxide. 

Dibenzylsilicanediol, M.pt. 101° C., is appreciably soluble in wann 
water, separating when cold in long, white filaments. If a solution is 
heated to 90° C. for a short time, decomposition occurs. The presence 
of hydrochloric acid in a solution causes it to decompose, and a solution 
in potassium hydroxidle when warmed becomes turbid with separation 
of an oil. When the diol is heated to 100° C. an oily product is formed, 
which consists essentially of anhydrobisdibenzylsilicanediol, and ter- 
molecular silicone ” or trianhydrotrisdibenzylsilicanediol, in small 
amount. At 130° C. the oil is a mixture of the above two products and 
other condensation products. 

Dibenzylsilicanediol is quantitatively converted into termolemlar 
silicone ” when exposed to fumes of hydrogen chloride in a closed vessel. 
Another convenient means of preparing the silicone is to keep })urc 
dibenzylsilicanediol in alcohol and a little concentrated hydrochloric 
acid for several days, during which the quantity of crystals increases. 

When pure diol is dissolved in a small quantity of acetyl chloride and 
allowed to evaporate spontaneously, an oil results, which contains un- 
changed diol and anhydrobisdibenzylsilicanediol. In some instances 
a good yield of hydrated crystals of the anhydro-body is obtained, using 
acetyl chloride in ether and light petroleum and evaporating at the 
ordinary temperature. Hydrated crystals are never formed until the oil 
containing the anhydrobisdibenzylsilicanediol is exposed to atmospheric 
moisture or crystallised from solvents containing traces of water. 

Anhydrobisdibenzylsilicanediol is formed when 2 mols. of 
dibenzylsilicanediol condense with loss of 1 mol. of water. Though 
the yield is not good, the best method of preparation is as follows : 
Dibenzylsilicanediol (3 grams) is dissolved in 20 c.c. of dry ether, acetyl 
chloride (30 drops) added, and the solution in a beaker is kept in a 
desiccator over potassium hydroxide for three hours. It is then con- 
nected to the pump and evacuated to remove most of the acid chloride. 
After six hours, crystals of “ termolecular silicone ” usually appear on 
the surface. The solution is then poured into excess of cooled, dilute 
ammonium hydroxide and shaken. After extraction with ether and 
evaporation, the oily residue is treated with a little alcohol, which 
precipitates the silicone. The filtered alcoholic solution is diluted with 
water, and vigorous rubbing of the beaker with a glass-rod causes 
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hydrated anhydrobisdibenzylsilicanediol to be deposited. It is purified 
by dissolviiijif iu ether and dilutinj? with light petroleum, then being 
allowed to evaporate spontaneously after filtration. It is kept in a 
desiceator over paratlin shavings. The 5 aeld is 2 grams of anhydro-com- 
pound and 0-9 gram of “ termolecular silicone.” The former is readily 
soluble in cold chloroform or benzene, a turbidity occurring due to 
water of hydration. 

Seventy hours’ heating of anhydrobisdibenzylsilicanediol at 100° C. 
gives C‘6 per cent. HjO (1H20=3'68 per cent.). When heated at 100° 
to 110° C. for periods of about ten minutes a stage is reached correspond- 
ing with 3-(58 per cent. HaO, after which the loss in weight becomes very 
small. At 130° to 150° C. the loss is 3‘7 per cent, after ten minutes, and 
then much slower, till in two hours it is 7-8 per cent. This slow loss, after 
that due to water, is accounted for as being due to volatilisation of 
benzaldehyde formed by atmospheric oxidation. The odour of the 
aldehyde becomes more noticeable as the heating is prolonged. 
Though the remaining oil after heating is probably pure anhydrobis- 
dibenzylsilieanediol, it will not crystallise because it is so hygroscopic. 
However, the hydrated form is obtainable from the oil by dissolving in 
light petroleum and allowing the solution to evaporate in air. 

Dianhydrotrisdibenzyisilicanediol, 


IIO.Si(CIl2C8H5)2.0.Si(CH2CeH6)2.0.Si(CH2CoH6)2.0H 


is probably present with anhydrobisdibenzylsilicanediol when di- 
benzylsilicanediol is condensed in the presence of alkalies. If the 
alkaline solution is heated to 100" C. for some hours the precipitate is 
partly soluble in cold alcohol, and contains a considerable proportion 
of trianhydrotrisdibenzyLsilicancdiol. The tlianhydrotris-body is not 
isolated by the. alcove method, although probably present. Attempts 
have been made to obtain it by hydrolysis of trianhydrotrisdibeuzyl- 
silicauediol which, though practically insoluble in alcohol, slowly dis- 
solves in an alcoholic solution of potassium hydroxide owing to 
hydrolysis. 


/O.Si(CH2CeH8)2\ 

si(CH2.C8n5)2< >o+naO- 

\O.Si(CIl2C8H6)/ 


.0.Si(CH2CeHB)2.0II 


/w.oi B 1 2- 

Si(CHjCeIlB)2< 

X).si(cii2C8ii5)2.on 


Water precipitates a solid which gives with acetic acid dibenzyl- 
silicauediol. Further examination shows it to consist of anhydro- 
bisdibenzylsilioauediol as well as the above diol, or simply the anhydro- 
compound, or else a compound, M.pt. 82° C., according to the method 
of procedure. The desired product is that melting at 82° C., and 
it is obtained in the following manner: A solution of trianhydro- 
trisdibcnzylsilicanediol in cold acetone is treated with 3 per cent, 
potassium hydroxide (2 mols.) and thirty seconds afterwards a slight 
excess of dilute acetic acid is added. On further dilution with water 
an oily precipitate separates, which is filtered and extracted with ether. 
The solution of the oil in ether is diluted with light petroleum, then 
left to evaporate. Crystals separate and are recrystallised several 
times from ether and light petroleum, then dried over sulphuric acid. 
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Dianhydrotrisdibenzylsilicanediol melts at 82° C. and is readily soluble 
in all organic solvents except light petroleum, in which it is only sparingly 
soluble, and insoluble in water or dilute, cold potassium hydroxide. 
Another method of hydrolysing triauhydrotrisdibcnzylsilicancdiol is to 
dissolve it in acetone containing one drop of concentrated hydrochloric 
acid. After half an hour the solution is diluted with water, vigorously 
stirred, filtered, and the solid extracted with cold alcohol. In tins way 
the unchanged tiianhydrotris-eompound is left behind. On dilution 
of the alcohol with water, an oily substance is obtained which is extracted 
with ether. The solution contains dianhydrotrisdibenzylsilicanediol, 
and it is purified by crystallisation from ether and light petroleum. 
Only IS per cent, of trianhydro-compound is transferred into manhydro- 
trisdibenzylsilicanediol, so further dianhydro-compound is formed by 
repeating the treatment. It seems probable that tlie reaction is re- 
versible and equilibrium under the conditions of the equation is when the 
proportion of dianhydrotris- to trianhydrotrisdibenzylsilicancdiol is 
about 1 to S, or 1 to 6, 


/O.Si(CHsCeHB)8\ 

H,0-[-Si(CH,C^5)/ >0 


Si(CH2C«Hs)/ 

/O.Si.(CHjC6H5)aOIl 
=^Si(CH,CcHs)/ 

\0.Si(CH2C.H5)2.0II 


This equation only probably represents one of several reversible 
reactions, others being : 


2H40+Si(CHaC,Hs 


,0.Si(C.H2CJl5)20II 

^'^.Si(CH2CeH5)is0H 


3Si(CH2C6H6)a(OH)3 


2Si(CH2C6H5)2(OH)2 ^ > 0H.Si(CH2C2H5)2.0.Si(CH2C6H5)20IH-n20 


Trianhydrotrisdibenzylsilicanediol. — It should be possible to 
obtain this compound from dianhydrotrisdibenzylsilicanediol, if the 
reaction mentioned above is reversible. In alcoholic solution the 
equation should proceed from right to left, as the tri-body is insoluble 
in alcohol. This actually occurs in the presence of hydrochloric acid, 
the crystals, M.pt. 98° C., being pure trianhydrotrisdibenzylsilicancdiol. 
The change is complete in twelve hours. This condensation in alcoholic 
solution goes even more easily with potassium hydroxide than acid, 
whilst the presence of acetyl chloride has the same effect, though it may 
be due to the hydrochloric acid formed in this case, and not directly to 
the acid chloride. The clo.sed-chain compound is not sati.sltu*ti>rily 
obtained from dianhydrotrisdibenzylsilicanediol by heat. 

Trianhydrotrisdihenzylsilicanediol crystallised from chloroform and 
petroleum-ether mixture has been examined, and tlic crystallographic 
measurements axe shown in Table Xn. of Appendix. 

Benzylethylsilicanediol is prepared from pure benzylethyl silicon 
dichloride, using ice-cold aqueous ammonium hydroxide under thc con- 
ditions used in the preparation of phenylethylsilicanediol. The ethereal 
solution is allowed to evaporate spontaneously, when colourless needles 

^ Kipping, Tram. Ohem. Soc., 1912, lor, 2100. 
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are obtained which may be recrystallised from a mixture of ether and 
liglit petroleum. 

Benzylcthylsilicancdiol crystallises from hot benzene or boiling light 
petroleum as transparent needles, but from aqueous acetone or alcohol 
as cotton-wool-like masses. The compound is appreciably soluble in 
cold water, more so in hot. It sinters at 80° C., is a pasty mass at 
85° C., becoming sohd again and more bulky until at 100 ° C. it melts. 
Single crystals melt at 85° C. to a clear hquid which becomes turbid if 
kept at that temperature for a time. Large crystals in a test-tube melt 
at 98° to 100 ° C. This suggests that the substance is dimorphous. The 
change is not due to loss of water, for the compound does not eliminate 
the elements of water when kept at 85° C. for half an hour. It loses 
water, however, in a dry vacumn and becomes oily in a day or two. It is 
thought that the compound contains 1 mol. of water. 

Phenylbenzylsilicanediol ^ is most conveniently prepared by 
dropping the oily diehloride into a 6 per cent, solution of sodium hydrox- 
ide. Vigorous stirring is necessary during the reaction. The solution 
when filtered and treated witli slight excess of dilute acetic acid gives 
a bulky white precipitate of the diol. When filtered and washed it is 
not quite pure, so it is dissolved in acetone and water added to repre- 
cipitate. This process is repeated imtil it ceases to give a milky fluid 
when the water is added, in which ease also the compound is completely 
soluble in alkaline hydro.xidc. The product is then dried over sul- 
phuric acid. It crystallises in silky needles which melt at 106° C, on 
rapidly heating, but if kept at 90° C. for a time the comjjound liquefies 
and loses the elements of water. 

Aryl Derivatirex of the Type (RSiO) 20 . 

Silicobenzoic anhydride is prepared from orthosilicobcnzoic eister, 
SiC 4 H 5 (OCjsirj) 3 , by first converting it into the corresponding acid by 
aqueous hydrogen iodide, and then dissolving the acid in alcoholic 
sodium hydroxide and passing in carbon dioxide. The precipitate is 
washed witli absolute alcohol and the solution evaporated. The solid 
is finally washed with water and dried at 100° C. The anhydride, 
(SiCeHjO)^©, is an amorphous, colourless solid, moderately soluble in 
ether, less soluble in alcohol, and very slightly soluble in water. It is 
readily soluble in aqueous potassium hydroxide. Addition of ammonium 
hydroxide in excess yields silicobenzoic acid, and the anhydride heated 
with potassium hydroxide furnishes benzene. 

Silicotoluic anhydride » is prepared from tolyl silicon trichloride 
by decomposing it with ammonium hydroxide and heating the product 
at 200 ° C. The formula corresponds to (€ 7117810 ) 20 , but at a lower 
temperature it is probably € 7117810211 , the corresponding acid. It has 
similar properties to the silicobenzoic auliydiide. 

Aryl Derivatives of the Type R^SiO. 

Diphenylsilicone, ( 02115 ) 2810 , has not been obtained in a crystalline 
form.'* 


1 

« 

3 

4 


{lipping, ho, cit, 

Mnxhxrg, B&r., 1873, 6, 370. 

Idixlonburg, ibid,, 1874, 7 , 387. 

Cipping and Lloyd, Tram. Oh&m Boc,, 1901, 79> 
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Phenylethylsilicone, (CgH 5 )(C 2 H 6 )SiO.^ — Phenylethylsilicon di- 
chloride, a fuming liquid, can be readily decomposed by water, giving 
an oil which appears to be the above ketone. 

Benzylethylsilicone ^ is produced in the same manner as the 
preceding compound, from benzylethyldichlorosilicane. It boils at 
805° to 815° C. at 22 mm., is not decomposed by the usual reagents, and 
gives no oxime or hydrazone. The molecular weight in acetic acid 
solution points to the formula [(CeH 5 CH 2 )(C 2 H 5 )SiO] 3 . 


Aryl Derivatives of the Type (R3Si)20. 

Diphenylmethylsilicyl oxide is isolated by decomposition of 
diphenylmethylsilicol at its boiling-point.® It forms hexagonal plates, 
M.pt. 51° to 52° C., is very soluble in the common organic solvents, 
but sparingly soluble in cold alcohol. 

Diphenylethylsilicyl oxide, [(C<5H5)2(C2H5)Si]20, M.pt. 65 0° C., is 
prepared from diphenylethylsilicyl chloride by decomposition with 
water.^ The silicol is first formed, and this passes into the correspond- 
ing oxide. 

Triphenylsilicyl oxide.® — ^When triphenylsilicol is heated with 
nitric acid in acetic acid solution it 5 nelds small, shining plates of tri- 
phenylsilicyl oxide, M.pt. 222° C. 

Benzylethylbutylsilicyl oxide ® is formed by the action of water on 
the corresponding chloride. It is a colourless, viscous liquid, insoluble 
in water, soluble in alcohol, and boils at 250° to 252° C. The silicol is 
first formed, but soon passes into the oxide, probably dxie to traces of 
impurity, such as hydrochloric acid. 

Benzylethylpropylsilicyl oxide’ is formed in a similar maimer to 
the previous compound. It boils at 256° C. 

Sulphobenzylethylpropylsilicyl oxide ® is prepared by sulphona- 
tion of benzylethylpropylsilicyl oxide using sulphuric and chlorosulphouic 
acids. The body produced is identical with that prepared by sulphona- 
tion of dZ-benzylethylpropylsilicol. This latter compound is isolated by 
the following series of reactions : — 

SiCl^ +MgEtBr =SiEtCl 3 +MgClBr 

SiEtClg +MgPhBr ^SiEtPhClg -!-MgClBr 

SiEtPhClg +MgPrBr =SiEtPhPrCl -f MgClBr 

SiEtPhPrCl +MgBzCl =SiEtPhPrBz -}-MgCl 2 (Bz ==benzyl ) 
SiEtPhPrBz -f H20( -fH 2 S 04 ) =SiEtPrBzOH +CeHe( +ll^SO ,) 

The silicol formed gives , with sulphuric acid a mixture of sulphonic 
acids, one of which has been isolated as the ammonium salt. It is found 


1 Kipping, Proc. Ghem, Soc,, 1904, 20, 15. 

® Kipping, ibid.f 1905, 21, 65. 

3 Kipping, J. Ghm. Soc., 1927, p. 104. 

^ Marsden and Kipping, Trans, Ohem. Soc., 1908, 93, 198, 

^ Kipping and Lloyd, Tram, Ghem. Soc., 1901, 79, 449. 

® Luff and Kipping, Tram. Ohem. Soc., 1908, 93, 2004. 

’ Marsden and Kipping, Trans, Ghm, 80 c., 1908, 93, 198. 

* Kipping, Proc. CAem. 8 oc., 1907, 23, 9 ; Maiaden and Kipping. Proc. Ohem. Soe., 
1908, 24, 12 ; Kippmg, Proo. Ohem. 80 c., 1908, 24, 47. 
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to be a derivative of the corresponding oxide, and possesses the con- 
stitution, 

S 03 lLC 6 ll 4 ClIa.SiEtPr- 0 -PrEtSi.CH 2 C 6 lI^.S 03 H 

It is the externally compensated compound, and though many of its salts 
with optically active bases crystallise unchanged, the dextro-niethyl- 
hydrindamine mlt can be resolved by fractional crystallisation from 
aqueous methyl alcohol. 

The dB dA-salt is the more sparingly soluble, M.pt. 205° C. The 
impure dB ZA-salt is from the most soluble fractions, and melts about 
135° C. 

The IS ZA-salt has been prepared by resolving the acid with l-metli)d- 
hydrindamine. 

The two optically active acids have very low specific rotations 
(roughly, but there appears to be ample evidence of their 

enantiomorphous relationship. Although the acids contain two asym- 
metric silicon groups, the specific rotations are only [a]D±5-8° to 5-9° 
for the sodium salts. 

The dA dB- and lA IB-methylhydrindamine derivatives vary con- 
siderably in outward properties from the dA ZB- and ZA dB-compounds, 
which have a gelatinous or homy nature, but all four salte have in 
methyl alcohol solution a specific rotation of [a]D±15“ to 16°. 

dA ZB- and /A ZB-menthylammc salts are almost indistinguishable 
from each other or from the salt of the dZ-acid. This is also true for the 
corresponding three d-hornylamine compounds. The driehonidiiie and 
cinciwmdine hydroiien xaltit of the two active acids differ a little in melting- 
poiivts. 

dl-Aidphobeuzt/Uihyipropylxilicyl oMe is decomjjosed by hot con- 
centrated sodiuni hydroxide, giving jjaratolucnc sulphonic acid. 

Sulphobenzylethylisobutylsilicyl oxide ^ can be obtained from 
any of the following bodies : — 

1. lienssyletkylisobutylsiKcyl cMoride, Si.Et(C 7 H 7 )(C 4 H 3 )Cl, B.pt. 198° 
to 202° C. at 100 mm. 

2. Benzylethylisobutylsilicol, B.pt. 162° to 164° C. at 25 mm. 

8. Benzylethylisobutylsilicyl oxide, [SiEt(C7H7)(C4ll9)]20, B.pt. 250° 
to 252° C. at 20 mm. 

These compounds when sulphonatcd with chlorosulphonic acid and 
sulphuric acid each give a mixture, from which the same dZ-acid, namely, 
dl-mlphobenwlethylisohutylsilicyl oxide is separated as its l-meiithylamine 
.wZ<,[SiKt(C4ilj)CIl3C.ll3wS03llj30,2CioIInN.4ll30,M.pt.240°to245°C., 
[o] 1 ) — 14-7°, in methyl alcohol solution. 

rZZ-Sulphobenzylethylisobutylsilicyl oxide is resolved into its optically 
active components by fractional crystallisation of its d-methylhydrin- 
damine suit. The pure dA dB-salt melts at 207° to 209° C., and its 
specific rotation in methyl alcohol solution is [a]i) •f-10'7°. The specific 
rotation of the sodium salt of the d-acid is [ajo -flO^®. 

The pure ZA ZB-salt has M.pt. 207° to 209° C. ,• ra]i) -17-0° (in methyl 
alcohol solution) is produced by fractional crystallisation of the salt of 
the dZ-acid with Z-methylhydrindamine. The specific rotation of the 
sodium salt of the pure Z-acid is [aju —10-5°. 

d-Methylhydrindamine Z-sulphobenzylethylisobutylsilieyl oxide and 

Luff and Ripping, Pfoo. Chem, Soc,, 1908, 24 , 224 and 236. 
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the corresponding dk ZB-salt are prepared by combining tlie optically 
pure acids with d- and Z-methylhydrindamine respectively. ' They are 
oils at ordinary temperatures. 

Z-Menthylamine d-sulphobenzylethylisobutylsilicyl oxide crystallises 
well with It melts when anhydrous at 254° to 258° C., [ajp “13*9° 

(in methyl alcohol solution). The salt of the Z-acid is very alike in 
properties, M.pt. 253° to 259° C., [ajo — 17-2°. The salt of the dZ-acid 
melts at 240° to 245° C., [a]D -14-7°. 

d-Bornylamine d-$ulphobenzylethylisobutyl$iIicyl oxide melts at 209° 
to 211° C, The salt of the Z-acid melts at 210° to 212° C. 

Cinchonidine d-sulphobenzylethylisobutylsilicyl oxide crystallises in 
needles, M.pt. 171° to 173° C. The salt of the l-acid has M.pt. 181° to 
183° C. The specific rotations of the two salts are almost alike, the 
values being [ajn —68*5° and [ajn — ■69'3° respectively in methyl alcohol 
solution. 

The cinchonidine hydrogen salts of the d- and Z-acids are crystalline 
and decompose at 232° to 234° C. and 229° to 231° C. respectively. 

Dibenzylmethylsilicyl oxide ^ is prepared in a similar manner to 
the previous oxides, by decomposition with water. 


Heterocyclic Organo-Silicon Compounds, 

A Polymeride of Cyclopeutamethylenesilicone ^ is isolated by the 
following reactions ; Cyclopentamethylenesilicon dichloride is obtained 
by the action of the organo-magnesium compound derived from 1 : 5 
dibromopentane on silicon tetrachloride in ethereal solution. Cyclo- 
pentamethylenesilicon dichloride, 



is a clear, pungent liquid, B.pt. 169*5° to 170*5° C. at 764 mm. (corr.) ; 
density 1*1560 at 20° C. ; n© 1*46973 at 20*2° C. This body is hydro- 
lysed by water with production of a yellowish-brown solid, whicli is 
possibly B. polymeride of cyclopentamethylenesilicone, 



If instead of silicon tetrachloride, dimethylsilicon dichloridc is used, the 
product of the above reaction is dimethylcyclopentamethylene- 
silicane, 



It is a colourless, easily inflammable liquid of slight camphor-like odour, 
B.pt. 133° to 134° C. at 752*9 mm. (corr.) ,* density 0*8039 at 20° C. ; 
nj) 1*43940 at 20*1° C.^ 


1 Kipping and HaoHord, Proc. Chem, Soc„ 1911, 27, 8 ; Trans, Ohem. Sod,, 1911, 91, 
138. 

8 Bygd^n, Ber., 1915, ^8, 1236. 

® An attempt to obtain diethylcyclopentamethylenesilioano gave an impure product, 
B.pt. 184" to 194^ C. 
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Aryl Derivatives of the Type RSiOaH. 

Silicobenzoic acid ^ is isolated from phenyl silicon trichloride by 
the action of alcohol and subsequently hydriodic acid. Silicobenzoic 
acid triethylester is first obtained, B.pt. 235° C., density 1-0133 at 0° C. 
and 1-0055 at 10° C. This is completely decomposed by hydriodic acid 
(B.pt. 127° C.) as follows : — 

PhSi (OEt )3 +3HI ==PhSi02H +3EtI +H 2 O 

Tile compound melts at 92° C. to a viscous liquid, soluble in aqueous 
alkali, but not rcprecipitated at once by dilute hydrochloric acid, though 
the solution becomes slightly cloudy. If allowed to stand for twenty- 
four hours, however, the acid completely separates out. If a solution 
containing excess of potassium hydroxide be evaporated to dryness the 
potassium salt of the acid is not obtained, but the reaction seems to go 
as follows : — 

PhSiOJC+KOH-CeHe+SiOaKg 

Preparation of pure salts of silicobenzoic acid is not satisfactory. At 
100° C. the acid changes to the anhydride^ (PhSiO)20 — a white, 
amorphous ])owdcr. The anhydride with excess of ammonium hydroxide 
changes into the acid again, and with potassium hydroxide it yields 
benzene.^ Silicobenzoic acid, or phenyl-metasilicic acid as it was called, 
may also be prepared by the action of dilute ammonium hydroxide on 
phenyl silicon trichloride. On hydrolysis with water the body possesses 
the same transparent vitreous ])ropcrties. Other conditions of prepara- 
tion give different results. In the course of formatioii of diphenyl- 
silicon dichloride from silicon tetrachloride, bromobenzene, and mag- 
nesium in the i)rescncc of ether, some low fractions consisting of bromo- 
benzene and phenylsilicon trichloride were treated with steam to remove 
the former compound, and a white, brittle solid was left. To prove its 
nature pure phenylsilicon trichloride was treated with steam and the 
white solid repeatedly extracted with ether. The insoluble residue was 
dried at 120° C., and analysis showed it to be the anhydride of phenyl 
metasilicic acid. The work of Meads and Kipping seems to point to 
the possibility that the so-called siliconic acids are merely mixtures (see 
phenyl silicon trichloride). The composition of various fractions 
obtained from decom])osition of phenylsilicon trichloride with water 
a})proximatcd to CJ( 5 n 5 Si 02 H, but experimental work showed that the 
so-called 2 >henyl$ilicomc acid was a complex mixture of condensation 
products of the trihydroxy-compound, PhSi(OII) 3 . 

Tolylsiliconic acid .—-There can be little doubt that this and its 
anhydride are also mixtures.® 

a - Siliconaphthoic acid, CioIl7Si02lI,* is prepared from the 
corresponding trichloride, CioH^SiCl^; it melts at 125° to 1J10° C. to a 
blistering mass. It is difficultly soluble in aqueous potassium hydroxide, 
but easily in alcoholic potassium hydroxide. 

^ Friodel and I*adonburg, Annahn^ 1871, 159, 259 ; Ladenburg, JBer., 1873, 6, 379, 

* Kipping and Hackford, Tram^ Chem, 1911, 99, 138; Meads and Kipping, 
Tram, Ohem, Soc,, 1914, 105, 679. 

* Ladenburg, Ber,, 1874, 7, 387. 

* Molzer, Ben, 1908, 41, 3390, 
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Aryl Derivatives of the Type R.Si(OEt)3. 

Silicobenzoic acid triethylester ^ is formed from the trichJoride by 
the action of alcohol. 

PhSiCl3+3C2H50H=PhSi(0Et)3+3HCl. 

The ester boils at 235° C., and has density 1-0133 at 0° C. and 1*0055 at 
10° C. 

Ethyl ortho -2 : 4 - dimethylsilicobenzoate, C6H3Me2Si(OEt)3, 
B.pt. 268° to 271° C., is prepared from ethyl orthosilicate and magnesium 
m-xylyl iodide.^ 

Benzyl orthosilicic acid triethylester is isolated from benzyl 
silicon trichloride by treatment with alcohol. It is a colourless oil, B.pt. 
170° to 175° C. at 70 mm.® 

a-Orthosiliconaphthoic acid triethylester, CioH7Si(OEt)3,^ is 
produced in a similar manner to the previous compound. The pure ester 
boils at 308° to 320° C. at ordinary pressure with partial decomposition, 
or 174° to 177° C. at 15 to 18 mm.^ 

Aryl Derivatives of the Types, Si.(OE^)(OR2)(OR®)(OR^); 

X.Si(ORi)(OR2)(OR3) ; and X2Si(ORi)(OR2). 

These are obtained from silicon tetrachloride as shown by the follow- 
ing equations ; — ® 

SiCl^+PhOH — > SiCla.OPh.+HCl 
SiC1.0Ph+Me0H SiCl20Ph.OMe+HCJ 
SiCl2(OPh)(OMe)+EtOH — ^ SiCl(OPh)(OMe)(OEt)+HCI 

Phenoxymethoxysilicon dichloride is a colourless liquid, B.pt. 
216° C. at 752 mm. It readily decomposes with water, giving silicon, 
hydrochloric acid, methyl alcohol, and phenol. Ethereal ethyl alcohol 
added to the above compound yields phenoxymethoxyethoxysilicon 
chloride, an oily liquid, B.pt. 241° C. 

Methoxyethoxysilicon dichloride is a colourless liquid, B.pt. 
128° C. With isobutyl alcohol this body gives meihoxyethoxtjisohutoosy- 
silicon chloride, Si(OMe)(OEt)(OBu)Cl, a liquid, B.pt. 159° to 160° C. 

Phenoxymethoxyethoxysilicon chloride cannot be resolved owing 
to its sensitiveness to moisture. It reacts with the salt of an oj^tically 
active acid, but decomposes even over sulphuric acid. 

Phenoxymethoxyethoxymenthoxy silicon , Si ( OMe ) ( OEt ) (OPh ) 
(OC10H19), has been prepared only as a thick, colourless oil, which could 
not be crystallised. 

Aryl Derivatives of the Types, RgSi—SiRg ; R^R^R^Si.SiR^R^R®, 

Hexaphenylsilicoethane.^ — ^Five grams of triphenyl silicon chlor- 
ide in 150 to 200 c.c. of xylene and 2 to 3 grams of metallic sodium arc 

^ Eriedel and Ladenburg, Anmlen, 1871, 159 , 259. 

2 Khotinsky and Seregenkoff, Ber., 1908, 41 , 2946. * 

® Martin and Kipping, Tmiis, Ghm, Soc,, 1909, 95 , 302. 

^ Melzer, Ber„ 1908, 41 , 3390 ; Kbotinsky and Seregenkoff, ibid., 1908, 41 , 2940 ; 
Kkotinsky, ibid., 1909, 42 , 3088. 

^ Khotinsky and Melzer describe the ester as a thick liquid of aromatic odour, B.T)t. 
220° to 230° 0. at 18 mm. 

« Kipping and Lloyd, Trans. Ohem. 80 c., 1901, 79 , 449. 

’ Schlenk, Kenning, and Kacky, B&r., 1911, 44 , 1178. 
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boiled in a dry nitro^^en atmosphere with frequent shaking for two hours. 
The filtrate then deposits thin prisms, with oblique terminal faces of 
hexaplienylsilicocthane, Pln^Si — SiPhg, M.pt. C. 

dl-Diphenyldiethyldipropylsilicoethane, EtPrPh.Si.Si.EtPrPh.^ 
— A freshly prepared sj^ecimen of phen3deth5dpropylsilicon chloride ® is 
diluted with an approximately equal volume of dry xylene, then sodium 
in slight excess of tlie theoretical amount required is added. When 
heated to the boiling-jioint sodium chloride separates; the mixture is 
well sliakon at intervals and intermittent boiling continued for twenty 
hours. After liltration, the residue is washed with a little xylene and 
the filtrate distilled at diminislicd pressure (50 mm.), when the xylene 
distils over. There arc three fractions: 20 per cent, of the whole, *B.pt. 
165® to 225® C, ; CO per cent., slightly fluorescent, B.pt. 225® to 275° C., 
and a viscous, yellow, oily residue. Further distillation jdelds a colour- 
less liquid, B.])t. 265° to 270® C. at 100 min., this being diphenyldiethyl- 
dipropylsilicoethane by analysis and molecular weight determinations. 
The yield is nearly 50 ])er cent. This is probably due to the presence of 
phenylethylsilicon dichloridc and phcnylcthyldipropylsilicane with the 
required plienylethylpropylsilicon chloride. 

Dipheiuddiethyldipropylsilicoethanc is a rather viscous liquid, with 
a faint, ])le"asant, aromatic odour, and its density is less than water. It 
is only slightly volatile in steam, is slightly soluble in cold methyl alcohol, 
but easily so when wanned. It is miscible with acetone and^ most 
organic solvents. Bromine water reacts with the silicoethane, giving no 
doubt broinolx^nzcne. Concentrated sulphuric acid at 100® C. causes 
formation of b<*ni^c*ne, in which reaction the compound resembles other 
silicoliydroearbon derivatives which contain a phenyl group. Unlike 
other compounds whieli contain silicon atoms in direct combination, 
diphenykliethyIdipro{)jdsiIicocthanc is stable towards hot solutions of 
alkali hydroxides. This is possibly due partially to tlic insolubility of 
the body in a(iueous solutions, but even with sodium ethoxide in aqueous 
acetonc'thcrc is no appreciable evolution of hydrogen. 

dl -Dibenzyldiethyldipropylsilicoethane , EtPr (C7II7 ).Si.SiEtPr 
(07117),® is obtained from benzylcthylpropylsilicyl chloride in a similar 
manner to the ])rcceding <*ompound. The contents of the flask, however, 
arc boiled only ten hours, and give no reaction for combined halogen. 
The product seems to be a complex mixture and is distilled at 30 mm,, 
when lour fractions are isolated ; (1)30 per cent, of the product, B.pt. 135° 
to 160® C.; (2) 55 per cent., B.pt. 100® to 24.0® C.; (3) 10 percent., B.pt. 
24*0® to 300® C.; (4) 5 ])er cent., dark brown residue. Ilefractionation 
gives a fraction 135° to 1 60® ( •. whicli is mostly dibenzyl, and the principal 
fraction boils at 240° to 250° C. at 20 mm. This is distilled into two 
products : (1 ) 240° to 244° C. ; (2 ) 244° to 248° C. at 20 mm. Both these 
portions arc found by analysis and molecular weight to be almost pure 
dibenzyldiethyldipropylsilicoethane, but the higher fraction (244® to 
248° C.) is the purer sample. 

The body is a colourless, moderately mobile liquid, with a faint, 
pleasant smell, and is specifically lighter than water. It is sparingly 
soluble in cold methyl alcohol and miscible in most organic solvents. 
It is practically stable in aqueous alkali hydroxides, and there is no gas 

^ Kipping, Trans. Ghsvn>, /Sbc., 1921, Ii7» 047. 

* Kipping, ihU., 1907, 91 , 218. 

» Kipping, ibid. 
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evolution when the compound is wanned in a solution of sodium 
methoxide in methyl alcohol. It slowly decolorises bromine in 
carbon tetrachloride solution and fumes are evolved. An acidified 
solution of potassium dichromate is not appreciably oxidised by the 
silicoethane. 

Sulphonation of dUdibenzyldiethyldipropylsiUcoethane. — A pale yellow 
emulsion is formed when a quantity of the silicoethane is shaken with 
concentrated sulphuric acid. On gentle warming the emulsion gives 
place to a solution which dissolves in cold water. The solution is 
neutralised with ammonium hydroxide, and when an aqueous solution 
of brucine hydrochloride is added a colourless precipitate is produced, 
which gives colourless needles when crystallised from acetone. When, 
however, a larger quantity of silicoethane is allowed to stand at the 
ordinary temperature with sulphuric acid, after some hours it changes to 
a water-clear solution, and this does not all dissolve in a relatively small 
quantity of water until ammonium hydroxide is added. 

Brucine hydrochloride gives a precipitate as before, which is easily 
soluble in cold acetone, but does not separate in crystals as previously. 
The brucine salt from the two experiments has been fractionally pre- 
cipitated from a solution in hot chloroform by addition of ben?:ene. A 
gelatinous powder results, and this is no longer completely soluble in 
acetone. The insoluble portion is recrystallised, using the same solvents, 
and finally a colourless powder is obtained which seems to be the 
brucine salt of the disulphonic acid.^ 

Formula : 

Si.Et.Pr.CH 2 .C 6 H 4 S 03 H 
! .2C23H2e0,N2.2H20 

Si-EtPr-CHa-CeHiSOaH 


UMenthylainine salt of the disulphonic acid of dibenzyldiethyldipropyU 
silicoethane, — ^The brucine salt does not crystallise well, so an aqueous 
solution of the ammonium salt of the disulphonic acid is treated 
with an aqueous solution of Z-menthylamine hydrochloride until there 
is no more precipitation. The precipitate is filtered and washed with 
water, then with methyl alcohol. At first a clear liquid comes tlmough 
the filter, then lustrous crystals separate, but these become pasty as 
filtration is continued, and addition of water only gives a pasty com- 
pound. The crystals cannot be obtained again ; possibly they appear 
owing to a favourable concentration. The pasty menthylamine salt 
is dried and crystallised from acetone, giving a colourless powder. It 
is further purified by using a mixture of acetone and methyl alcohol 
and finally it is crystallised from wet ethyl acetate. The salt produeccl 
is doubtless the normal l-menthylamine salt of the disulphonic acid, 
formula, C24H8806S2Si2.2CioH2iN.3H20.2 Under the microscope the 
colourless powder appears in fem-like crystals ; the anhydrous salt 
sinters about 208° C., and melts at about 220° C. It is more soluble in 
wet than dry organic solvents. A solution of the sodium salt of the 
menthylamine salt seems quite optically inactive ; the solution gives 
precipitates with d-hydrindamine and d-methylhydrindamine hydro- 
chlorides, 

^ An air-dbded sample lost 5*1 per cent, of water at 100® C., and the anhydrous salt 
was hygroscopic. 

^ An air-dbried sample lost 6’2 to 6-3 per cent, of water at 100® 0. 
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Aryl Derivatives of the Type Si^Phg and [SiPha]^.^ 

When metallic sodium and diphenylsilicon dichloride (rather more of 
the metal than calculated for tiie proportion 2Na : SiPhgCla) ^ 
volumes ol‘ toluene or xylene are heated, reaction occurs as the sodium 
melts. In some cases the metal was added in small quantities, and in 
others the dichlorido was added slowly to the metal, but either process 
i»ivcs the same result. From the solution, six-sided crystals separate 
(A), and the solution is cooled and filtered, the dark blue residue being 
extracted with boi ling toluene. This extract deposits crystals of ( A ), and 
from the mother-liquors a second crystalline substance (C) is obtained. 
The dark blue powder, treated with alcohol-acetic acid, then with water, 
gives a small quantity of flocculent substance (D). 

The residue from the original toluene or xylene filtrate is a resinous 
mass on evaporation, most of it (E) dissolves readily in acetone, leaving 
a colourless powder from which three cr3’^stalline compounds have been 
obtained : (A) which is only sparingly soluble in boiling toluene, (B) which 
is readily soluble in cold toluene, and (C) which is even less soluble than 
(A). These compounds are dealt with below. 

Unsaturated ’’ Silicohydrocarbon, Si^Phg, (A).— This com- 
])()im(l c‘ry.stalliscs from boiling l>enzenc in short, flat, well-defined 
l>risms, melting about 3:^5'^ C. It is insoluble in most common solvents 
at the ordinary tcnqieraturc, but is a])preciably soluble in benzene or 
toluene, and easily in boiling aniline, benzyl alcohol, or phenol, but 
prolonged boiling t(*iKls to decomposition. .It is comparatively stable 
to boiling a(jue<)us alkalies and sodium methoxide in alcoholic solution, 
but is rapidly decomposed by boiling with wet piperidine. With iodine 
in benz(‘nc solution it is transformed to octaphcnyldi-iodosilicotetrane. 
When boiled for throe to five minutes with tctrachloroethane, a crystal- 
line product is isolated which melts at about 180® C., and is supposed 
to be the dichloride, Si 4 PhgCl 2 . The ‘‘ unsaturated ” silicohydrocarbon 
is dccom])osed after five minutes’ boiling with nitrobenzene, giving the 
oxide Si^PhgOa or dial Si 4 Ph 8 (Ori) 2 . 

The silieo-hydroearbon also undergoes atmospheric oxidation, is 
oxidised by boiling with benzaldehyde, ethylene dibromide, bromo- 
bcnzenc, or i)hosphorus tribromidc, or by ozone, when the hydrocarbon 
is covered with carbon tetrachloride and dilute ozonised oxygen passed 
in. In all eases the oxide, Si^PhgO, is isolated, and from these reactions 
Kipping has suggested that this compound may contain tervalcnt silicon, 
and be rcpres<»nted by . . . SiPhg.SiPhjj.SiPh^.SiPhg • . 

Octaphenyldi-iodosilicotetrane, Si^Phglg, prepared from the 
hydrocarbon as stated above, is a colourless or pale-yellow prodtict, 
which turns pink and then yellowish-brown on exposure to light and 
moisture. It crystallises from benzene or ether in lustrous, very acute, 
rhomboidal plates, which do not melt below 250® C. In cold ether it is 
only very sparingly soluble, moderately soluble in cold benzene, but 
these solutions soon turn brown on exposure to air. Hydrolysis of the 
compound by an ammoniacal solution of acetone yields octaphenyl- 
silicanetetrane oxide, Si 4 Ph 80 , and the rhomboidal oxide, Si^PhgO^; the 
former oxide is also obtained when the hydrolysis is carried out with 
aniline and water. 

^ Kipping and Sand, Trans. Chem. Soc., 1921, J19, 830, 848. 

^ Kipping, Trails. Ohem. Soc., 1923, 123, 2690. 
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The iodide when treated with sodium in xylene solution gives 
sodium iodide and the unsaturated ” silicohydrocarbon. With 
magnesium ethyl bromide, the iodide yields octaphemjldiethylsilico- 
ietrane, which crystallises from aqueous acetone containing a little 
chloroform in flat, transparent, rhomboidal plates, containing 3 mols. 
of water of crystallisation. When anhydrous, it melts at 253° to 
254° C. ; when heated with piperidine and sodium hydroxide, it decom- 
poses with evolution of hydrogen.^ 

Octaphenylsilicotetrane oxide, 


SiPha.SiPh 

iiPh2.SiPh 



Formed as just described by the hydrolysis of the di-iodide, it crystallises 
in microscopic needles, different samples varying iii melting-point 
between 220° and 260° C. It is only slightly soluble in cold alcohol, 
acetone, glacial acetic acid, ether, or chloroform, but may be crystallised 
from mixtures of chloroform, benzene, or acetone. From aniline, 
nitrobenzene, or hot ethyl acetoacetate it crystallises in rosettes of long, 
transparent prisms, which become opaque when warmed with acetone. 
Sodium hydroxide in acetone solution attacks it with evolution of hydro- 
gen, and nitric acid or hydrogen bromide in glacial acetic acid solution 
oxidises it to the rhomboidal oxide. 

The Rhomboidal oxide, 

SiPh2.0.SiPh2 

iiPh2.oiiPha 


crystallises from ethyl acetate, chloroform, or benzene in rhomboidal 
crystals or in fern-like masses and is apparently dimorphous. It is less 
soluble in chloroform or benzene than the preceding oxide. It melts 
sharply to a clear liquid at 221° to 222° C. 

Saturated Silicohydrocarbon, Octaphenylcyclosilicotetrane, 
Si 4 Ph 8 , (B). — ^This compound forms short, rectangular prisms, which 
do not melt at 400° C., but soon become plastic if kept at this tempera- 
ture. It is very soluble in cold benzene, cold chloroform, or hot ethyl 
acetate, but sparingly soluble in boiling acetic acid, and almost insoluble 
in cold acetone, ether, or alcohol. It is very stable towards iodine in 
benzene solution, bromine, tetrachloroethane, or nitrobenzene, but it is 
attacked by wet piperidine at 90° C. after several hours. From the 
decomposition products, diphenylsilicanediol and tetra-anhydrotetra- 
kisdiphenylsilicanediol have been isolated. The former of these two 
compounds is also obtained from the action of aqueous methyl alcohol 
or acetone solutions of alkali hydroxides on the silicohydrocarbon. 
Nitric acid in acetic acid solution partially transforms the silicohydro- 
carbon to the rhomboidal oxide.* 

Silicohydrocarbon, [SiPhg]^, (C), is deposited along with (A) from 
the toluene extract and requires prolonged extraction to remove it from 
the blue residue. When the blue salt is treated with alcohol-acetic acid, 
then with water, (C) and (D) are obtained. These may be separated by 


^ Kipping, Tram, Chem, 8oc., 1923, 123, 2698, 

* An amorphous form of octaphenylcyclosilicotetrane has recently been prepared 
(Kipping, J, Chem, Sog,, 1927, p, 2727). 
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prolonged extraction with boiling benzene or toluene. To separate (C) 
from (A), the latter is converted to the di-iodide, leaving (C) undissolved. 
The latter crystallises from benzene in lustrous, transparent, six-sided 
pyramids and rhonibohedra. (C), unlike (A), is not affected by boiling 
tetrachlorocthane or nitrobenzene, and it does not react with iodine in 
boiling toluene or bromine in chloroform solution at ordinary tempera- 
ture. Prolonged warming with acetic acid containing nitric acid, or 
with 50 per cent, nitric acid, does not affect it, nor is it acted upon by 
sodium hydroxide in methyl alcohol or piperidine and sodium hydroxide 
on heating.^ 

Silicohydrocarbon, [SiPha],,, (D). — To isolate (D) the dark blue 
residue containing sodium and sodium chloride is first extracted with 
boiling toluene until it appears to be free from (C), then added slowly to 
alcohol-acctic acid mixture, keeping the acid in excess. After addition 
of water to the mixture, the insoluble residue is washed with water by a 
diffusion process, then washed with acetone and extracted with large 
volumes of hot benzene. It ap])ears to undergo slight atmospheric 
oxidation, and is more readily oxidised by nitric acid in acetic acid 
solution than (A), (B), or (C). If the mixture is heated, condensation 
])roduets of diplicnylsilicancdiol arc principally formed, and a similar 
result is obtained with an acetic acid solution of potassium perman- 
ganate. With nitrobenzene, potassium hydroxide, and piperidine- 
alkali mixtures, )Di’oducts are obtained which can be converted into 
diphcnylsilicanedioL 

When an acetone solution of (E) is kept in a closed vessel it deposits 
crystals of octaphcnylcyclosilicotetrane (B) ^ and a very small pro- 
l)ortion of (0). This seems to show that (E) undergoes a transformation 
into (B). An acetone solution of (E) when treated with alcohol gives 
at first a white, plastic precipitate, which can be pulled into long threads 
which change into a very brittle solid as the solvents evaporate. When 
systematic fractional precipitation is carried out and continued until 
each of the original fractions has been rcdissolved and reprecipitated 
several times, the most sparingly soluble portion, now precipitated in a 
llocculent form, if again tnjated with cold acetone, usually gives a very 
small se})aration of (B), with traces of (C), and this separation of insoluble 
matter seems to continue indefinitely.^ Most of the original preparation, 
however, is merely resolved into fractions, all miscible with acetone, the 
more sparingly soluble of which consist of an easily fusible, resinous sub- 
stance of composition [SiPh 2 ]n which may be termed (Ej). When (E) 
is obtaiiied from diphenylsilicon dichloridc of about 95 to 97 per cent, 
purity, the ])roduct after two precipitations consists mainly of (E^^). 

The silicohydrocarbon (Ei).— When preparations of [SiPha]^ are 
fractionally extracted with boiling alcohol or boiling light petroleum, 
or precipitated from hot phenol with alcohol, their properties undergo 
little change, and no crystalline product is isolated save traces of (B). 
Fractional diffusion of the acetone sohition through glazed earthenware 
also fails to yield crystals. The preparations begin to sinter from 110 
to 180® C., but have no definite melting-point. They are miscible with 
cold ether, benzene, and chloroform, separating out as ‘‘ glues,’^ which 
become brittle, but are only sparingly soluble in boiling light petroleum 
and very sparingly in boiling alcohol or glacial acetic acid. The com- 

1 Kipping, Trans. Ohem, Soc., 1924, 125 , 2291. 

s Kipping, J, Qhsmt ^oc.^ 1927, p. 2719. 
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pound (Ej) is not particularly reactive with iodine in cold benzene 
solution, and a little bromine is absorbed in carbon tetracliloride solu- 
tion, but it takes a long time before the proportion reaches Big : [SiPh 2 ] 2 - 
When (El) in partial solution in glacial acetic acid is cautiously oxidised 
with nitric acid, it yields the rhomboidal oxide, p. 288, but it is almost 
entirely converted into crystalline and oily condensation products of 
dipheny Isi licanediol. 

Action of Sodium on Phenoxydiphenylsilicyl Chloride* 

The phenoxydiphenylsilicyl chloride required for this reaction is pre- 
pared as follows : ^ One mol. of phenol in a little benzene is slowly added 
to diphenylsilicon dichloride at about 150° C. Hydrogen chloride is 
evolved and the liquid is heated until no more gas is evolved (about three 
hours). The product is then distilled at 40 mm., the following fractions 
being collected : 200° to 240° C. (15 to 20 per cent.) ; 250° to 260° C. 
(about 45 per cent.) ; 280° to 310° C. (large fraction). 

Phenoxydiphenylsilicyl chloride, Si(C6H5)2C1.0C6H5, is isolated by 
further fractionation of the portion, B.pt. 250° to 260° C. It is a thick, 
very faintly fuming oil, B.pt. 252° to 254° C. at 40 mm„ miscible with 
light petroleum, soluble in 5 per cent, potassium hydroxide, yielding the 
potassium derivatives of phenol and of diphenylsilicanediol. It becomes 
solid on standing in air, this substance after crystallising from benzene 
consisting of trianhydrotrisdiphenylsilicanediol. 

Diphenoxydiphenylsilicane, Si(CeH6)2(OC6H5)2, crystallises from the 
fraction above 280° C,, but it requires fractionating again to obtain a 
pure product. It crystallises from light petroleum in massive, colour- 
less prisms and octahedra, M.pt. 70° to 71° C., very soluble in ether, 
chloroform, benzene, or acetone, moderately soluble in cold alcohol. 

Freshly distilled phenoxydiphenylsilicyl chloride in 4 volumes of dry 
toluene is treated with an excess of sodium and heated. The metal 
becomes covered with a blue crust, and after two to three hours^ boiling 
some colourless crystals are deposited. The hot solution is filtered, the 
blue residue (I.) washed with toluene, and the combined filtrate and 
washings evaporated under reduced pressure. The colourless, oily 
product on treatment with light petroleum yields a crystalline precipi- 
tate (II. ), and the filtered solution on dilution with more petroleum gives 
an oily separation (III.). The clear petroleum solution decanted from 
the oil gives an oily deposit (IV.) when kept at 0° C., but even then 
contains a large quantity of product (V.). 

From the residue (I.) only octaphenylsilicotetranc is isolated. 
Diphenoxyoctaphenylsilicotetrane, Ph0.[SiPh2]4.0Ph.— The pre- 
cipitate (II,) consists of octaphenylsilicotetranc and diphenoxyphcnyl- 
silicotetrane, the latter being extracted by boiling benzene. Wlien 
further crystallised from chloroform, then benzene, it separates in well- 
defined, rhomboidal pyramids md in prisms, M.pt. 215° to 210° C. It 
is decomposed when heated with piperidine and concentrated sodium 
hydroxide, giving the sodium derivatives of phenol and diphenylsilicanc- 
diol. It is practically insoluble in ether, acetone, alcohol, and glacial 
acetic acid, but very soluble in boiling aniline. 

From fractions (HI.) and (IV.) by extraction with light petroleum, 
diphenoxydiphenylsilicane and some diphenylsilicanediol may be 

1 Kipping, J. Ohem. JSoc„ 1927, j). 2728, 
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obtained, but the composition of other products has not been definitely 
settled, and the same applies to the constitution of fraction (V.), 


Organometallic Silicon Compounds containing Lead, Tin, and Arsenic. 

1 - Triethylsilyl - 4 - trimethylplumbyl-benzene, EtgSiCgH^Pb 
Mcg,^ is obtained from the magnesium compound of triethyl-j^-bromo- 
phenylmonosilane and trimethyl lead chloride in ether. It is a colourless 
oil, soluble in absolute alcohol and miscible with ordinary organic solvents. 
Two atoms of bromine at —75® C. remove the aromatic group, giving 
(CHj 5 )PbEr and Et 3 -p-Br.CQH 4 Si. Triethylsilyl-4-trimethylplumbyl- 
benzenc has a faint smell, boils at 191® C. at 17 mm., and does not decom- 
pose on distillation; density l-4()32 at 20® C. : 1*3997 at 23*8® C. ; 
mu 1*51370, 111 ) 1-51937, 1 *50240, iiu, 1-57417, at 23*8® C. 

1 -Triethylsilyl -4 -triethylstannyi benzene, KtjjSiCeH^SnEtg, is 
similarly ])re])ared from the magnesium compound of triethyl-p-bromo- 
phenyl-monosilanc and triethyl tin bromide. It boils at 214® C. at 
18 mm.; densitv 1*1210 at 21-2° C. ; Uh^ 1-52316, im 1-52756, iinp 
1-53888, i\u, 1-54804, at 21-2® C. 

l-Triethylsilyl-4-diphenylarsyl benzene, Et 3 Si.CeH 4 .AsPh 2 , is 
produced from the sodium compound of diphenylchloroarsine and 
trietliyl-p-ehlorophenyl-monosilanc in ether and a little acetic ester. 
It is a colourless oil, B.pt. 279® to 281® C. at 17 mm. ; density 1-1673 at 
20® C., 1-1001 at 21-8® C.; nna 1*00784, iijy 1*61455, Hh/s 1*63181, iih^ 
1-04718, at 21-8® C. 

It is slightly soluble in methyl alcohol and easily in ethyl alcohol 
and the ordinary organic solvents. 


Germanium. 

Alhjl Derivatives of Type R 4 Ge. 

Germanium tetrachloride has been selected as the starting-point for 
several of these organometallic compounds because it is easily obtainable 
in a high degree of purity.^ 

Germanium tetramethyl, Gc(CIl 3 ) 4 .® — In 1871 Mendeleeff pre- 
dicted that germanium or cka-silicou would form volatile organometallic 
compotxnds, and it was Winkler, the discoverer of germanium, who in 
1880 first produced germanium tetraethyl. Germanium tctramethyl is 
obtained by the Grignard reaction, and as it is impossible to separate it 
from ether in the vacuum distillation apparatus,^ it became necessary 
to reduce the quantity of ether, which made a specialised apparatus 
compulsory. Twenty grams of magnesium turnings and 200 c.c. of 

^ Gruttnor and Kranso, Z?er., 1917, 50, 1559. 

2 It was first obtained for this purpose by i)a88ing chlorine over crystalline germanium 
at fairly high temi)oratures (Dennis and Hance, /. Amt, Ohem. Boc., 1922, 44, 304). To 
avoid the preparation of m(‘tallio germanium from the dioxide another method has since 
been used (Taborn, Orndoff, and Dennis, J, Amer, OKmi, Soc,, 1925, 47, 2039). Germanium 
dioxide was suspended in concentrated hydrochloric acid and hydrogen chloride passed 
into the warm licpiid. At 70® 0. germanium tetrachloride distilled with traces of hydro- 
chloric acid. By means of a sjxsoial piecso of apijaratus all the acud was removed and very 
})uro germanium tetrachloride produced. 

® Dennis and Hanoo, L Physical Ohem., 1926, 30, 1055. 

* Laubengayer and Corey, J. Physical Ohem,, 1926, 30, 1043, 
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dry ether are mixed and cooled in ice and salt, and 80 grams of methyl 
bromide in 100 grams of dry ether at —20° C. are slowly added to the 
mixture with brisk stirring. " When the reaction ceases the contents of tlie 
flask are boiled for about half an hour, and then the ether is removed — 
the last traces by suction. Two hundred c.c. of dry xylene are then 
introduced. Germanium tetrachloride, 1 mol. to 8 mols. of Grignard 
reagent, is slowly added to the magnesium methyl bromide, the latter 
being kept warm. When the reaction ceases the ether is liberated 
and the xylene kept back by two condensers in the apparatus. The 
liquid remaining is fractionally distilled, and the greater part passes over 
at 84° C. Repeated fractionations, however, do not remove the ether 
from the germanium tetramethyl. Consequently the mixture is treated 
with about twice its volume of cold concentrated sulphuric acid, and the 
heavy layer of ethyl sulphuric acid separated from the lighter organo- 
metallic compound. This is washed several times, then dried over 
calcium chloride, and an arc spectrum revealed the product to be practi- 
cally free from impurity. Germanium tetramethyl is a colourless, 
oily liquid, of a pleasant, sweet odour, resembling chloroform to some 
extent, and totally different to gcrmaniimi tetraethyl. It bums with a 
sooty flame, which is yellow on the outer surface and deep-red on the 
inner zone. Nitric acid slowly oxidises it at 0° C., chlorine acts upon 
it rapidly in the cold, but bromine is much slower in action. Iodine 
has no effect for forty-eight hours. Germanium tetramethyl is soluble in 
alcohol, ether, and benzene, and it melts at about —88° C. and boils at 
43-4° C. The index of refraction at 28-5° C. is 1-8868, and two density 
determinations at 0° C. are 1-003 and 1-009. 

Germanium tetraethyl.^' — ^Winkler first obtained the compound 
from germanium tetrachloride and zinc diethyl, but the sample was not 
pure. Dennis and Hance started with pure zinc diethyl, using the 
reaction of Lachman,^ heating ethyl iodide mth zinc-copper couple at 
100° C. They used a series of vessels, so arranged that the zinc diethyl 
was made, purified, and transferred without contact with the atmos])hcre. 
The zinc-copper couple is prepared by heating 25 grams of zinc dust and 
200 grams of powdered copper oxide in a current of hydrogen at about 
550° to 600° C. till reduction is complete. This is crushed in an agate 
mortar and mixed with an equal weight of dry sand which has previously 
been treated with boiling hydrochloric acid. The sand facilitates the 
penetration of the powder by the ethyl iodide. 

The reaction between germanium tetrachloride and zinc diethyl, 

2Zn(C^l5)a-|-GeCl,=2ZnCl,+Ge(CJl5)4 

is fotmd to be catalysed by one or both of the products. The zinc 
chloride does not seem to affect the speed of the reaction, but when 
germanium tetraethyl is used, although the reaction starts lethargically, 
it soon becomes so rapid that it is difficult to control. When, however, 
germanium tetrachloride containing both zinc chloride and germanium 
tetraethyl is run into zinc diethyl, the reaction continues smoothly to 
completion. The pasty mixture is freed from zinc diethyl by adding 
small pieces of ice until the latter is decomposed. A 1 0 per cent, solution 

1 Winkler, J. praU. CMm,., 1887, 144, 177 ; Deamis and Hanco, J. Ainer. C/iem. /for., 
1925, 47, 370 ; Tabem, Omdorff, and Dennis, ibid., 1926, 47, 2039. 

‘ Laciuuann, Amer. Chem. J., 1900, 24, 36. 
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of sodium hydroxide is next added and the mixture distilled in steam. 
Germanium tetraethyl and water are collected. After a second steam- 
distillation the tetraethyl is separated, dried over calcium chloride, and 
again distilled. 

Germanium tetraethyl has also been obtained by the Grignard 
reaction. Forty-four grains of ethyl bromide and 9-6 grams of mag- 
nesium are converted into ethyl magnesium bromide in the presence of 
200 c.c. of ether. To this is added 10-7 grams of germanium tetra- 
chloride in dry benzene. During the addition the liquid is stirred and 
boiled, and then warmed on a water-bath for three hours. Ice and acetic 
acid effect the decomposition, the organic solvent layer being separated 
and the benzene and ether removed by distillation. The residue boils 
between 15.5° and 165° C. It is twice treated with concentrated sul- 
phuric acid, washed, dried, then fractionally distilled. The germanium 
tetraethyl comes over between 162-5° and 163° C. (uncorr.), yield 60 per 
cent. It is a colourless oil of pleasant, characteristic odour.^ The 
compound burns with a flame whose outer part is yellow and inner zone 
red, shading to blue near the burning liquid. It is slightly soluble in 
water, and soluble in many organic solvents. It is difficult to oxidise, and 
chlorine reacts with it but slowly. Germanium tetraethyl boils at 
163-5° and melts at —00° C. ; density 0-9911 at 24-5° C. ; n 1-448 at 
17-5° C. 

Germanium tetrapropyl, Ge(CgBf)i . — It is prepared in the follow- 
ing way : Propyl magnesium bromide is made from 50 grams of 
propyl bromide, 9-6 grams of magnesium, and 200 c.e. of ether. When 
the reaction ceases the ether is distilled off and replaced by dry benzene. 
Eleven grams of germanium tetrachloride in dry benzene are slowly 
added with constant stirring and boiling. After further boiling for 
an hour the mixture is decomposed by ice and acetic acid, the solvent 
layer being separated off, dried, and distilled. The fraction boiling 
between 200° and 230° C. is shaken with concentrated sulphuric acid, 
and again washed, dried, and distilled. Most of the oil boils at 225° C., 
and gives a 76 per cent, yield. It is a colourless, mobile liquid, with a 
petroleum-like odour. It dissolves in iodine, but at 50° C. it does not 
react with it to any extent. Ignition of the oil is not easy, but once it 
begins to burn it liberates a cloud of germanium dioxide; density 
0-9539 at 20° C., M.pt. -78° C. ; B.pt. 225° C, at 746 mm. ; * n 1-451 at 
17-5° C. 

Germanium tetra-n-butyl is a colourless, oily liquid, B.pt. 178° to 
180° C. at 788 mm.® 

Germanium tetra-isoamyl, Ge(C 5 Hii)j.* — Sixty-five grams of 
isoamyl bromide are slowly added to 9-6 grams of magnesium suspended 
in ether. The ether is replaced by dry benzene and 11 grams of german- 
ium tetrachloride in benzene added, after which the mixture is boiled for 
three hours. Decomposition is effected in tlie usual manner and the 
solvents arc eliminated by distillation. The residue is a heavy oil, which 
decomposes when distilled at ordinary pressure. At 10 mm. it boils 
mostly at 168° to 164° C. The yield of germanium tetra-isoamyl is 
87 per cent. ; density 0-9147 at 20° C. ; n 1-457 at 17-5° C. 

1 The onion-liko odour described by Winkler must have been due to impurities. 

* Tabern, Orndorff, and Dennis, J, Amr, Ghem. Soc., 1925, 47 , 2039. 

’ Omdorff, Tabem, and Dennis, J. Amer. Ghem, iSoc,, 1927, 49 , 2516. 

* Tabern, Orndor£f, and Dennis, loc* eU, 
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Aryl Compounds of the Type R^Ge and their Derivatives. 

Germanium tetraphenyl or Tetraphenylgermane, Ge(CgH 5 ) 4 .— 
This compound may be prepared in several ways, but the most satis- 
factory method appears to be as follows The ethereal solution obtained 
from the interaction of 14*2 grams of magnesium turnings and 76*4 grams 
of bromobenzene in 200 c.c. of absolute ether is transferred, by means of 
nitrogen pressure, through a siphon tube into a 3-necked, round-bottomed 
flask. This flask carries a condenser, a drying tube, a funnel, and a tube 
reaching to the bottom to permit stirring by a stream of nitrogen. 
Anhydrous zinc chloride, 33*2 grams, previously dried over phosphorus 
pentoxide, is suspended in 100 c.c. of ether and slowly added to the 
Grignard reagent. The mixture is stirred for one hour in the cold, then 
boiled for one hour, after which 100 c.c. of dry toluene are added and the 
ether removed on the water-bath. The product is cooled in ice and 
14*91 grams of germanium tetrabromide in toluene slowly added with 
vigorous stirring. The mixture is then boiled for sixteen hours on an 
oil-bath under an atmosphere of nitrogen. The mass is decomposed by 
cooling in ice and adding 200 c.c, of 2 -Normal sulphuric acid, and the 
water-toluene mixture then boiled until no solid remains. The toluene 
layer is separated whilst still warm, dried, and the solvent removed with 
a vacuum-pump, the residue being recrystallised from benzene and finally 
washed with low-boiling petroleum. The yield may be as high as 95*4 
per cent, if the reaction mixture is boiled sufficiently. The compound 
has also been obtained : ( 1 ) By the interaction of germanium tetra- 
bromide and magnesium phenyl bromide ( 2 ) by the interaction of 
germanium tetrachloride and magnesium phenyl bromide;® (3) by 
adding germanium tetrachloride to sodium and bromobenzene in 
ether. 

Germanium tetraphenyl is a white, crystalline product, M.pt. 235*7° 
C., readily soluble in hot benzene, hot toluene, chloroform, moderately 
soluble in carbon tetrachloride, carbon bisulphide, and acetone, si)aringly 
soluble in alcohol, ether, and petroleum ether. It is not affected l)y 
boiling aqueous caustic alkali, or cold concentrated sulphuric acid, but 
the latter causes sulphonation on warming. Metallic sodium in liquid 
ammonia reacts slowly with germanium tetraphenyl, yielding sodium 
triphenyl germanide, NaGe(C 6 H 5 ) 3 , sodamidc, and benzene; and with 
concentrated sodium solutions the colour changes indicate that a second 
phenyl group is substituted.^ 

Triphenylgermanium fluoride, (C 0 H 5 ) 3 GeF, is obtained in 
practically quantitative yield by heating the corresponding oxide with 
hydrofluoric acid in a platinum dish. The excess of hydrofluoric acid is 
evaporated and the product purified by distillation in a vacuum at 
150° C. The fluoride melts at 76*6° C. (corr.), is insoluble in water, atid 
only very sparingly soluble in liquid ammonia, but it is extremely 
soluble in organic solvents. The fluoride is hydrolysed by alkalies, Imt 
less readily than the bromide. It reacts with sodium triphenyl germanide 
to give hexaphenyldigermane. It is the most stable of the triphenyl 
germanium halides, 

1 Kraus and Foster, J. Amer. Ohem, 8 oc., 1927, 49 , 457 . 

2 Morgan and Drew, Tram, Chem. 80 c,, 1925, 127 , 1760. 

® Tabern, Omdorff, and Dennis, J. Afner. Chem, Soo,^ 1925, 47 , 2029. 

* Kraus and Foster, loc, cit. 
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Triphenylgermanium chloride.^— Triphenylgermanium oxide in 
dry petroleum ether is saturated with hydrogen chloride, when the 
chloride separates in large, colourless crystals. It may also be obtained 
by dissolving the oxide in boiling alcohol and adding concentrated 
hydrochloric acid, or by saturating a solution of triphenylgermanium 
bromide with hydrogen chloride and cooling. Tlie chloride when 
crystallised from petroleum ether melts at 1 17® to 118® C. 

Triphenylgermanium bromide was first obtained 2 along with 
germanium tetraphenyl by the interaction of magnesium phenyl bromide 
and germanium tetrabromide. It is more readily produced by direct 
broniination of germanium tetraphenyl in boiling carbon tetrachloride ^ 
or by brominating in ethylene dibromide, the reaction going to com- 
pletion after a few minutes’ warming in the latter case.** It crystallises 
from petroleum (B.pt. 40® to 80® C.) in large, colourless, transparent, 
six-sided, refractive, ])rismatic needles or small compact prisms, M.pt. 
138-7® C., very soluble in the usual organic solvents, but sparingly in 
})etroleum ether. 

Triphenylgermanium iodide^ is a very unstable compound, 
formed by agitating a chloroform solution of the oxide with an aqueous 
solution of hydriodic acid. It forms pure white crystals from petroleum, 
M.pt. 157® G. (corr. ), but becomes yellow when exposed to air for a few 
minutes. It readily hydrolyses and its solutions in petroleum ether 
become pink when exposed to the atmosphere for a short time, owing to 
the presence of free iodine. 

Triphenylgermanium oxide,® Ph 3 Ge.O.GePh 3 , is obtained in 
quantitative yield when an alcoholic solution of triphenylgermanium 
bromide is boiled with silver nitrate, filtered from silver bromide and 
diluted with water. It crystallises from hot petroleum (B.pt. 60® to 
80® C.) in transparent, colourless prisms, M.pt. 182® to 183® C. In 
organic solvents it is more soluble than tetraphcnylgermaiie, but less 
so than tri})henylgermanium bromide. Aqueous sodium hydroxide (60 
per cent.) docs not attack it, but hydrobromic acid (density 1-45) con- 
verts it (pxantitatively into triphenylgermanium bromide. 

Sodium triphenyl germanide, (C 6 ll 5 ) 3 GcNa.^ — Two atoms of 
sodium react with 1 mol. of hcxa}>lieuykligermane in liquid ammonia 
according to the equation : 

2Na+[(CeH5)3Ge]3=2NaGe(CeH5)3 

The compound is very soluble in liquid ammonia, solutions changing 
from faint yellow to orange as the concentration increases. Concen- 
trated solutions are extremely viscous, and crystals from liquid ammonia 
solutions contain 3 mols. of ammonia of crystallisation, which are 
readily eliminated at low pressures. Sodium tripheayl germanide is 
also very soluble in benzene saturated with ammonia, and fairly soluble 
in ether and pure benzene. Solutions in liquid ammonia are as highly 
ionised as ordinary salts, and benzene solutions in the presence of 
ammonia readily conduct the current. Sodium triphenyl germanide 

1 Orndorff, Tabern, and Dennis, J. A^ner, Chem. 80 c., 1927, 49 , 2612. 

® Morgan and Drew, loc, cU, 

8 Kraus and Foster, loo. cit 

* Orndorff, Tabern, and Dennis, loo. oit, 

* Kraus and Foster, loo, cit, 

* Morgan and Drew, loo, cit, 

7 Kraus and Foster, loo, cit. 
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leadily oxidises to the germanolate, and with ainmonium bromide 
or water, triphenylgermane is quantitatively produced. The sodium 
compound with triphenyl germanium fluoride in liquid ammonia gives 
a small yield of hexaphenyldigermane. Bromobenzene reacts with 
an ethereal solution of sodium triphenyl germanide, yielding principally 
germanium tetraphenyl and some hexaphenyldigermane, whilst with 
tin trimethyl bromide, trimethylstannyl-triphenylgermane is the chief 
product. 

Sodium triphenyl germanolate, (CeH5)3GeONa. — This compoimd 
is the oxidation product of the preceding derivative, the operation being 
carried out in the dry state, or in benzene or liquid ammonia solu- 
tions. The product obtained from the latter solvent contains 1 mol. of 
ammonia of crystallisation, and the dry substance does not melt below 
250° C. It is very soluble in benzene and petroleum ether, the com 
pound from this solvent melting at about 100° C. The benzene solution 
is orange in colour. 

Triphenylgermane, (CeH5)3GeH, is quantitatively prcparcd^ by 
treating sodium triphenylgermanide in liquid ammonia with ammonium 
bromide or a benzene solution of the same compound with water. The 
ammonia is evaporated and the germane extracted with petroleum ether, 
the latter being removed under reduced pressure. The product remain- 
ing is distilled in a vacuum at 150° C, at 0*01 mm. pressure. The oily 
liquid which distils soon becomes a white solid. Triphenylgermane 
exists in two monotropic forms. The a-form is the most stable and 
melts at 47° C., the j8-/orm at 27° C. When the j8-form is maintained at 
80° C., it completely solidifies immediately when seeded with the a- 
form. Triphenylgermane is very soluble in most organic solvents and 
slightly soluble in liquid ammonia. It shows no tendency to decompose 
up to 250° C. ; its hot vapours are irritating and ])enetrating. On 
long standing in air it shows signs of oxidation. With halogens or 
halogen acids it reacts immediately, forming triphenylgermanium halides. 
Triphenylgermane and sodium in liquid ammonia react to give sodium 
triphenyl germanide, and coloration of the solution slxows the ])resciu»e 
of disodmn diphenyl germanide. 

Hexaphenyldigermane,^ [(C6H5)3Ge]2, occurs when trijflienyl- 
germanium bromide in dry xylene is heated witli an excess of sodium. 
The product separates on cooling and is recrystalliscd from warm benzene. 
It forms large, transparent cubes which crumble to a powder in the air. 
It is insoluble in boiling aqueous sodium hydroxide. In ordinary 
organic solvents it is only slightly soluble, and is practically insoluble 
in liquid ammonia.^ When suspended in liquid ammonia and treated 
with sodium it is slowly converted into sodium triphenyl germanide. 
Bromination in boiling carbon tetrachloride gives triphenyl germanium 
bromide. 

Trimethylstannyl -triphenylgermane, (0113)3811.00(03113)3, - 
This product is readily obtained by treating a liquid ammonia solution 
of sodium triphenyl germanide with tin trimethylbromide. It is a white,, 
crystalline solid, M.pt. 88° C., having an odour characteristic of oiganic 
tin compounds. It dissolves in most organic solvents and reacts 
quantitatively with bromine to form triphenyl germanium bromide and 
tin trimethyl bromide. 

1 Morgan and Drew, Trans. Chem. JSoc., 1925, 127 , 1760. 

^ Kxans and Foster, Jj^Amer. Chen. JSoc.^ 1927, 49 , 457 . 
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Phenylgermanonic acid (Germanibenzoic acid).^ — The aqueous 
mother-liquors from hydrolysis of the Grignard mixtiire (used in the 
preparation of germanium tetraphenyl) gradually give a colloidal, white 
precipitate, which is purified by solution in aqueous sodium hydroxide 
and reprecipitation by acid. It is a white, amorphous powder. 

Triphenyl germanol,^ (C 6 H 5 ) 3 Ge.OH. — Sodium triphenyl ger- 
manolate is converted to the germanol by treating its liquid ammonia 
solution with ammonium bromide or, better still, its benzene solution with 
water. It molts at 134*2° C. (corr. ) and crystallises from petroleum ether 
in the pure state, but with solvent of crystallisation from benzene. 

Tetra-anhydrotetrakisdiphenylgermanediol and Trianhydro- 
tetrakisdiphenylgermanediol ^ are both isolated when germanium 
tetrabromide interacts witli 5 inols. of magnesium phenyl bromide. 
The quantities used are 48-4 grams of bromobenzene (5 mols.), 9-1 
grams of magnesium, and 200 c.c. of ether. The resulting Grignard 
reagent is added to an ice-eold solution of 24*5 grams (1 mol.) of 
germanium tetrabromide in 100 c.c. of ether. The main product from 
tlie ethereal e.xtract is 9 grams of triphenylgermanium bromide (37-5 
per cent,). The residual oil, which consists mainly of diphenylgerman- 
ium dibromide, together with triphenylgermanium bromide, diplicnyl, 
and bromobenzene, is dissolved in 150 c.c. of alcohol and heated for an 
hour with 20 grams of silver nitrate in 100 c.c. of alcohol and 40 c.c. of 
water. The precipitate is mostly silver bromide. The filtrate is 
evaporated, then steam-distilled to remove diphenyl and o-nitrophenol, 
and the residue extracted with ether, then cold petroleum. There 
remains 5 grams of a colourless substance which contains no bromine. It 
is next dissolved in ethyl acetate several times and fractionally crystal- 
lised, when the crystals are hand-picked. Three compounds are 
separated in this manner : triphenyl germanium oxide, as thin, rhom- 
boidal or pentagonal plates, M.pt. 182° to 383° C. ; tetra-anhyclrotetrakis- 
clipheny Igermanediol ; and trianhydrotctrakisdiphcnylgermanediol. 

Tetra-anhydrotetrakisdiphenylgermanediol, 

/GePh.>.O.GePhov 

o< y 

> \GcPh2.0.GcPh/ 

forms colourless, cubical, and prismatic crystals, the latter with bevelled 
and faceted faces. When purified from petroleum or ethyl acetate it 
melts at 218° C. 

Trianhydrotetrakisdiphenylgcrmanediol, OH . GePh gO. GePh 2 O. Ge 
PhgO.GePlxgOI-L, M.pt. 149° C., forms colourless, hexagonal prisms or 
flattened, rhomboidal crystals with bevelled edges.^ Both of these com- 
pounds were examined crystallographically by Barker. 

Germanium tetra-p-tolyl, Gc(CeU 4 .CII;}) 4 ,® is pre^xared by the 
Fittig and the Grignard reactions, but the first gives the better result. 
p-Bromotoluene, 34-2 grams, and 10-7 grams of germanium tetra- 
chloride are dissolved in 300 c.c. of dry ether and 4-8 grams of sodium 
are gradually added. The residue is extracted with benzene and added 

^ Morgan and Drew, Tmnft, Chem, Boc,y 1925, 127, 1760. 

* Kraus and Foster, ho, cit, 

® Morgan and Drew, ho, ciL 

* Morgan and Drew, ho, cU, 

* Tabern, Omdorff, and Dennis, Amer, Chem. Soo,, 1925, 47, 2039. 
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to the filtrate. Steam-distillation is followed by removal of the solvents, 
and the pasty mass again dissolved in benzene from which it separates 
on evaporation, and addition of ether gives germanium tetratolyl as 
white crystals. Repeated crystallisation from chloroform and benzene 
yields a pure product, M.pt. 224® C. It is more soluble than the corre- 
sponding phenyl compound. 

Germanium tetrabenzyl, Ge(C 6 H 5 .CH 2 )^.^ — Nine grams of mag- 
nesium turnings suspended in ether are allowed to react with 5 grams 
of benzyl chloride. A mixture of 40 grams of benzyl chloride, 10 grams 
of germanium tetrachloride, and 5 volumes of dry xylene is then added 
dropwise, with mechanical stirring and gentle refluxing. On conclusion 
of the reaction, sufficient xylene is added to form a paste, the etlier dis- 
tilled off, and the residue after heating on the steam-bath for some hours 
is allowed to stand for two days. After working up in the usual manner, 
and steam-distilling to remove dibenzyl, a nearly quantitative yield of 
germanium tetrabenzyl is obtained. When pure it melts at 107° to 108° 
C. and is soluble in alcohol and light petroleum. When slowly dissolved 
in an excess of 25 per cent, fuming sulphuric acid below 35° C. it 
yields germanium tetrabenzyl tetrasulphonic acid. Its normal barium salt 
dissolves readily and completely in cold water, but is insoluble in 
acetone, alcohol, and ether. 

Germanium triphenyl p-tolyl, (C 6 H 5 ) 3 .Ge.(C 6 H 4 .CH 3 ), is formed 
when triphenyl germanium bromide is treated with a large excess of 
p-tolyl magnesium bromide in ethereal solution. To complete the 
reaction, the ether is replaced by dry benzene and the whole boiled for 
eight hours. The reaction product is decomposed by dilute aqueous 
ammonium chloride and steam-distilled to remove ditolyl. The residue 
is then crystallised from petroleum ether and alcohol or from glacial 
acetic acid. The compound melts at 123° to 124° C. 

Germanium triphenyl anisyl, (CeH5)3.Ge.(C6H4.0CH3), prepared 
in a similar manner to the above, melts at 158° to 159° C. It is solulfle 


in alcohol, sparingly soluble in cold glacial acetic acid. 

Germanium dimethylanilino triphenyl, (CH3)2NCeH4.Ge(C6H5)3, 
from triphenyl germanium bromide, p-bromodimethylaniline, and 
sodium in xylene, forms brownish, crystalline nodules, M.pt. 140° to 
141° C. The hydrochloride melts with decomposition at 105° to 110° C., 
is insoluble in water and hydrochloric acid, but soluble in alcohol. 
When treated with alkali it gives the pure, free base. 

^Germanium ethyl triphenyl, C 2 H 5 .Ge.(C 6 H 5 ) 3 , melts at 75° to 
70 C* 


Aryl Germanic Acid Anhydrides, 


Phenylgermanic acid anhydride, (CeHsGeO)^©. — Equimolecular 
proportions of mercury diphenyl and germanium tetrachloride in dry 
xylene are heated in a sealed Pyrex bulb for two days, then diluted 
with dry ether and filtered. The solid residue is pure phenylmercuric 
chloride, and the filtrate is treated with benzene, and finally with water 
containing a few drops of ammonium hydroxide- The granular pre- 
cipitate which separates at the liquid interface is removed and dried 
at 115° C. The anhydride is a white, fluffy, amorphous solid, with no 
definite melting-point, soluble in excess of alkali, and reprecipitated by 
carbon dioxide, insoluble in water and organic solvents. 


^ Orndorff, Tabern, and Dennis, J, Amer. Ohem, Soc,, 1927, 49, 2612. 
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p-Tolylgermanic acid anhydride is obtained by a similar process 
to the abo\'e, the reactants bein^ heated at 160° to 190° C., whilst in the 
ease of benzylgermanic acid anhydride the temperature required is 
115° to 120° C. 

Dimethylaminophenylgermanic acid anhydride, [(CH 3 ) 2 NCqH 4 . 
GeOjgO. — Germanium tetrachloride is heated with an excess of dry 
dimefliylaniline in a sealed llask at 100° to 110° C. for two days. The 
anhydride is a pearly white, fluffy powder, soluble in very dilute mineral 
acids and excess of alkali. When kept for some time in an atmosphere 
of dry hydrogen chloride it is converted into the hydrochlmde of 
dimethylanilino ger7na7iiwn trichloride : 

[(CH3)2NCeH4.Gc0]20+8llCl=2HCl(CH3)2NCeH4.GeCl3+3H20 

The hydrochloride melts with decomposition at about 110° C. ; 
ammonium hydroxide precipitates the anhydride from its aqueous 
solution. 



CHAPTER XIII. 

ORGANOMETALLIC DERIVATIVES OF TIN. 

The first organic compound of tin was prepared by Lowig in 1852. By 
heating an alloy of 1 part of sodium and 6 parts of tin with ethyl iodide 
he isolated tin diethyl. In the following year Frankland, by the distilla- 
tion of this compound, obtained tin tetraethyl. From 1853 onwards the 
number of organic tin derivatives has steadily increased, and in the last 
ten years considerable attention has been paid to mixed alkyl compounds 
of this metal. The type of compound R^Sn (R=alkyl) comprises only 
five members, of which most work has been done on the ethyl compound. 
Following upon its preparation by the above method it was found that 
tin gmalgaTTi containing 14 per cent, of sodium when heated with ethyl 
io^de would produce tin tetraethyl along with tin tri ethyl iodide. In 
1856 Frankland published his researches on zinc ethyl, and applied 
tMs compound to the preparation of tin tetraethyl. The discovery of 
the Grignard reagents has, however, eradicated all these older methods, 
and used in combination with stannic chloride or bromide should be 
capable of producing any tin tetra-alkyl having four like groups attached 
to the tin. When the type RiSn is treated with iodine, one of the alkyl 
groups is replaced by iodine, and the type RgSnX produced. This is 
the starting-point for mixed tetra-alkyls of the type RjSnR', wliich may 
be formed by treating the iodide with zinc alkyls or magnesium alkyl 
halides. With iodine or bromine at —40° to —80° C. an alkyl group is 
split out from RgSnR' and RjSnX again produced. When the group X 
in the latter t 3 rpe of compound is iodine, it may be converted to hydroxyl 
by the action of aqueous alkali. By treatment with suitable acids the 
hydroxyl group may be replaced by acid radicles. When RjSnX is 
heated with sodium at 120° C. the hexa-alkyldistannanes, RgSn.SnRj, 
are formed, and these when acted upon by halogens in the cold, or alkyl 
iodides at 200° C., revert to RjSnX. Addition of iodine to the types 
RjSn and R^Snl gives RjSnIg, which reacts with zinc alkyls or mag- 
nesium phenyl halides to give RjSnRa'. Ammonium or basic hydroxides 
replace the iodine in RgSnlj by oxygen, and the oxide with hydrogen 
halides 3 deids the corresponding hahdes. 

A compoimd of considerable interest is tin trimethyl, which is 
obtained from tin trimethyl bromide by the action of sodium, the 
operation being carried out in liquid ammonia. 

In 1883 Meyer isolated the first stannonic acid, R.SnO.OH, which 
gives rise to compounds containing only one alkyl group, RSnXs, when 
treated with acids. The stannonic acids themselves are prepared by 
the interaction of alkyl iodides and stannous chloride in potassium 
hydroxide solution, and are all white, amorphous products. 

The reactions of the aromatic compounds of tin are illustrated 

300 



ORG.\NOMETALLIO DERIVATIVES OP TIN. 301 

generally in the scheme below, the phenyl compounds being used as 
examples. The hctcroeyelie derivatives of tii\ containing the metal in 
the ring are fully e.x])lfiiucd in the section dealing with these compounds. 



Alkt/l Derivatives of the Type R 4 Sn. 

Tin tetramethyl, Sn(CIIs) 4 , is isolated by the fractionation of the 
reaction product formed when 4 parts of tin amalgam (14 per cent. Na) 
and 8 parts of metliyl iodide are heated first on the water-bath and then 
at 120® C.’- It is a liquid, the physical constants of which have been 
given as follows : B.pt. 76° to 78° C. ; density 1-838 at 0° C., 1-29136 
at 25-5° C. ; n,. 1-51749 ; nj, 1-52009 ; n^ 1-58141. The compound is 
insoluble in water, reduces alcoholic silver nitrate solution, with iodine 
yields tin trimethyl iodide, and on warming with stannic iodide gives a 
mixture of tin methyl tri-iodide and tin trimethyl iodide. 

Tin tetraethyl® may be prepared: (1) By the distillation of tin 
dietlryl. (2) When a tin amalgam containing 14 per cent, of sodium is 
heated with ethyl iodide, tin tetraethyl is formed, along with some tin 
triethyl iodide. (8) By adding anhydrous stannous chloride to zinc 
ethyl, taking care not to use excess of the chloride, and also to keep the 
temperature down during the reaction. The product is distilled from 
an oil-bath, and the distillate poured into water, whereby the tin diethyl 
is destroyed, and the tin tetraethyl obtained as an oil, which is washed, 
dried, and fractionated.® (4) By the interaction of zinc ethyl iodide 
and powdered tin at 150° to 160° C. Such a high temperature is not 
required if the tin be added to zinc copper couple and ethyl iodide. 

* Ladonbun!, Annahn t%ppl., 1872, 8 , 75 ; (Ihira, Oozzetta, 1894, 24 , i. 322. 

» EVanklaiid, Annnlen, 1853, 83 , 340 ; 1859, in, 46 ; Pranklancl and Lawranoc, 
J'mas. OAm. (Vor., 1871), 33, 130; Ijadenburg, A»?Mgctt8''tti;y!!.,1872,8, 64; Letts and Collie, 
PMl. Mag., 18411, 15J, 22 , 45; JahnAtr., 1886, p. 1601; PfeiSw and Solmurman, Ber., 
1904, 37 , 320 ; Uuokton, Antiakn, 1859, 109 , 225 ; Pope and Peachey, iVoc. Ohm. Sob., 
IMS, 19 , 290 : Gladatonfi, Trans. Chm. Sob., 1891, 59 , 293. 

' Ecanklond and Lawiauoe, ho. cit. 
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Experiments with zinc-tin alloys and ethyl iodide show that in alloys 
containing from 1 to 50 per cent, of tin, half the latter metal is converted 
to tin tetraethyl. The yield of this compound is almost proportional to 
the mass of tin in the alloy, until it contains one-third of its weight of 
tin, after this the alloy becomes almost inactive, and the time necessary 
to complete the reaction increases considerably.^ (5) From tin diethyl 
di-iodide and zinc ethyl. (6) By the Grignard reaction, using stannic 
bromide or chloride, yields of 70 and 73 per cent, respectively are 
obtained. The preparation is carried out as follows : Twenty grams of 
ethyl bromide and 4*5 grams of magnesium are dissolved in 80 c.c. of 
dry ether, and then 10 grams of stannic bromide or an equivalent weight 
of chloride in light petroleum added, and the whole refluxed for one hour. 
After cooling the mass is decomposed with dilute hydrochloric or acetic 
acid, the ether layer separated off and dried over calcium chloride. It 
should be noted that if this ether layer is dried over potassium carbonate, 
tin triethyl carbonate is formed. 

The compound is a mobile, highly refractive liquid, insoluble in water, 
but soluble in ether. It boils at 175° C. ; ^ 180° to 1 81 ° C. at 758 mm. ; » 
density 1*187 at 23® C. ; n© 1*5143. It is unattacked by aluminium, 
sodium, or magnesium up to 180° C., but slightly by benzaldehyde. 
Likewise acetone and ethyl oxalate have no action, nor the following 
gases at ordinary temperature : ammonia, carbon monoxide, carbon 
dioxide, cyanogen, nitric oxide, oxygen, or hydrogen sulphide.^ Sul- 
phur dioxide is slowly absorbed with the formation of tin tri ethyl- 
sulphate and tin tri ethyl ethyl sulphonate. When warmed with concen- 
trated hydrochloric acid, tin tetraethyl yields ethane and tin triethyl 
chloride; and with thallic chloride, thallium diethyl chloride and tin 
diethyl dichloride.^ Treatment with iodine gives ethyl iodide and tin 
triethyl iodide. 

Tin tetrapropyl ® may be prepared by the interaction of tin tri- 
propyl iodide and zinc dipropyl. It is a liquid, B.pt. 222° to 225° C. at 
760 mm. and 116° C. at 13 mm. ; density 1*179 at 14° C. and 1*1005 at 
20*2° C. ; nHa 1*47126, n© 1*47448, ns/? 1*48260, nn!^ 1*48986, at 20*2°.« 

Tin tetr a -isobutyl melts at —13° C. and boils at 143° C. at 3 6*5 mm., 
density 1*0540 at 23° C. ; Uhu 1*47112, Ud 1*47423, nnjs 1*48206, nny 
1*48863, at 23° C. 

Tin tetra-isoamyl'^ is readily prepared by treating isoamyl iodide 
with tin amalgam, or from magnesium isoamyl chloride and tin tetra- 
chloride.® It is a liquid, easily soluble in alcohol or ether and boiling 
at 188° C. at 24 mm. ; density 1*0353 at 19*6° C. ; 1*46946, hd 1*47242, 

1*47989, n^ 1*48607, at 16° C. 

Alkyl Derivatives of the Type R^SiiR'. 

Tin trimethyl ethyl, Sn{CH 3 ) 3 (C 2 H 5 ), was first isolated from tin 
trimethyl iodide and zinc ethyl,® but later from tin triinethyl iodide and 

1 Letts and Collie, Proc. Chem, Soc,f 1886, 2 , 166. 

2 Pfeiffer and Sohnurmann, Ber. 1904, 37 , 320. 

® Frankland, Annaler>, 1853, 85 , 340; 1859, iii, 46. 

^ Goddard and Goddard, Trans. Ghem. Soc., 1922, I2i, 256. 

® Cahours, Jahresber., 1873, p. 519. 

® Griittner and Krause, Ber., 1917, 50 , 1802. 

^ Grimm, Annalen, 1854, 92 , 394. 

® Krause, Ber., 1918, 51 , 1447. » Cahours, Anmkn, 1862, 122 , 48. 
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nia^rncsiuni ethyl bromide. ^ The compound is soluble in ether, and 
boils at 107° to 108° C. under 758 mm. ; density 1-243. Treatment 
witli iodine yields ethyl iodide and tin trimethyl iodide. 

Tin trimethyl n- propyl is a colourless liquid, boiling at 129° C. at 
764 mm. 

Tin triethyl methyl has been prepared ^ in the same way as the 
trimethyl compound. It possesses similar properties to the latter 
compound, boils at 1G2° to 163° C., and with iodine splits off the methyl 
grou]), yielding tin tri ethyl iodide. 

Tin triethyl n-propyl may be isolated by the action of magnesium 
n-propyl bromide or iodide on tin trimethyl bromide. It boils at 195° C. 
at 704 mm. 

Table XIII. of the A])pendix gives a list of compounds prepared by 
the following g('neral metliod, together with their physical constants.® 
Three times the ealculated quantity of magnesium alkyl halide is used, 
and after the introduction of the tin alkyl halides the mixture is boiled 
under rellux for two hours, the ether removed, and the residue baked on 
the water-bath for one hour. After cooling, ether is added, and the 
whole decomposed with water. Mixed tin tetra-alkyls are converted 
into mixed tin trialkyl bromides of the type RgR'SnX by the action of 
bromine at - M)° to —30° C., an alkyl group being split out, this 
resembling the bromination of lead alkyls. 

AlkyJ Derivative of the Type RjjSnRa'. 

Tin dimethyl diethyl, 811(0113)2(02115)2, may be obtained in a 
variety of ways: (1) From tin diethyl iodide and zinc methyl.^ (2) 
From tin dimethyl iodide and zinc ethyl.® (3) By the interaction of 
magnesium methyl iodide and tin diethyl chloride, bromide, or iodide ; 
or by the a(*tion of magnesium ethyl bromide on tin dimethyl chloride, 
bromide, or iodide, the action taking place in ethereal solution.® 

The compound is a colourless liquid, B.pt. 144° to 146° C. ; density 
1 •2(503 at 0° F., or 1*232 at 10° C. It decomposes on distillation, and 
with iodine the metliyl groups are split off and tin diethyl iodide is 
formed. 

For further compounds’ see Table XIV. of Appendix. 

Alkyl Derivatives of the Type R2SnR'R". 

Tin dimethyl ethyl propyl,®Sn(CTl3)2(C2H5).CH2.CH2.CH3, isolated 
from the action of magnesium propyl bromide or iodide on tin dimethyl 
ethyl bromide is a liquid, boiling at 153° C. at 762 mm. 

Tin methyl ethyl dipropyl from magnesium propyl bromide and 
tin methyl ethyl bromide is a colourless liquid, B.pt. 183° to 184° C. at 
758 mm. 

Tin ethyl n-*propyl di-isoamyl® boils at 141° to 142° C. at 17 mm., 

^ Popo and i^cachey, Proc. GMm, Soc.^ 1903, 19 , 290. 

* CahotirH, he, cit, 

2 (jrruttnor and Krause, Her,, 1917, 50 , 1802. 

* Frankland, Annahn^ 1859, 111 , 50. 

® Morgunow, Annukn, 18(57, 144 , 157. 

® Pope and reachey, he, cit, 

’ CJriittner and Krause, he, cit, 

® Pone and Peachey, loc, cU, 

» Gruttnei: and he, cit. 



304 ORGANOMETALLIC COMPOUNDS. 

density 1-0654 at 21-9° C., iiHa 1*46902, np 1-47214, nn^ 1-47996, nn^ 
1-48652, at 21-9^ C. 


Alkyl Derivatives of the Type RgSnX. 

Tin trimethyl fluoride, Sn(CH 3 ) 3 F.i— This compound, in common 
with the other fluorides of tin, may be prepared either by the addition of 
aqueous hydrofluoric acid to the corresponding trialkyl hydroxide, or 
by treating alcoholic solutions of other tin trialkyl halides with excess 
of a neutral aqueous solution of potassium fluoride. The compound 
forms colourless prisms, which commence to darken at 860® C. and 
blacken at about 375® C. 

Tin trimethyl chloride ^ may be formed from the hydroxide by 
the action of hydrochloric acid. It has more recently been obtained 
from tin trimethyl solutions by the action of calcium chloride in dry air, 
and by treating tin trimethyl with mercuric chloride in ethereal solution.® 
It is a liquid having similar properties to the ethyl compound. It forms 
a compound with 1 mol. of aniline, and with 1 mol. of pyridine, 
the latter melting at 37® C.^ By reduction with sodium in liquid 
ammonia it yields sodium trimethyl stannide^ which is a light yellow 
substance readily decomposing above the temperature of liquid ammonia. 
It reacts with tin trimethyl halides to give tin trimethyl. The electrical 
conductivity of tin trimethyl chloride in absolute alcohol at 25® C. has 
been determined.^ 

Tin trimethyl bromide ^ is formed when tin tetramethyl is treated 
with bromine.*^ It melts at 27® C. and boils at 165® C. ; with ammonia it 
gives a stable compound, McaSnBr.NHg, and with sodium in liquid 
ammonia, tin trimethyl is precipitated. Sunlight acts upon the bromide, 
forming the compound (Me 8 Sn.OH) 2 .Me 3 SnBr, which may also be pro- 
duced by bringing together the components in benzene solution. In 
alcoholic solution the complex, McgSnOH.MegSnBr.HgO, M.pt. 210® to 
211® C. with decomposition, is obtained. 

Tin trimethyl iodide is obtained in several ways, namely : (1) By 
heating 4 parts of tin amalgam (14 per cent. Na) with 3 parts of methyl 
iodide, first on the water-bath, then at 120® C.® (2) From 1 part of tin, 
heated with 2-5 to 3 parts of methyl iodide at 150® to 160® C.® (3) By 
treating tin tetramethyl with iodine. (4) From tin tetra-iodide and 
magnesium methyl iodide, in ethereal solution.^® The compound is a 
liquid, boiling at 170® C. at 760 mm. or 71® C. at 13 mm. ; it may be 
solidified when cooled and melts at 3-4® C. Its density at 0° C. is 2*1432 ; 
at 18® C., 2*1096. When dry ammonia is passed into its alcoholic 
solution, needles separate out, Me 3 SnI. 2 NH 3 , which are soluble in cold 
water, but decomposed on boiling, and sparingly soluble in ether. 

1 Krause, Ber., 1918, 51 , 1447. 

® Cahours, Annalen, 1860, H 4 , 354. 

® Kraus and Sessions, J. Amer, Chem, 1925, 47 , 2361. 

^ Kraus and Greer, J. Amer. Chem, Soc., 1923, 45 , 3078. 

® Kraus and Callis, /. Amer. Chem, Soc,, 1923, 45 , 2629 ; Kraua ^v4> Greer, ibid.^ 
1923, 45 , 2940. 

® Cahours, he, cit, 

’ Kraus and Sessions, loc. cit. 

® Ladenburg, Amalen Suppl, 1872, 8 , 75 ; Ber,, 1870, 3 , 358. 

* Cahours, Annalm, 1860, 114 , 367. 

Pfeiffer and Heller, Ber,, 1904, 37 , 4619. 
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Aniline yields the compound, Me3SnI.2PhNH j,, soluble in alcohol or boiling 
water, and which may be distilled without decomposition. Crystalline 
compounds are also obtained with isoamylamine and pyridine, the latter 
melting at —17° C. The iodide forms the complexes (MegSn.OH),. 
MegSnl and Me3Sn.OH.Me3SnI.H2O, M.pt. 221° C. with decomposition. 
The electrical conductivity of the iodide in various solvents has been 
determined.^ 

Tin trimethyl hydroxide is isolated from the iodide by action of 
potassium hydroxide. It crystallises in prisms and is volatile in steam. 
The aqueous solution is strongly alkaline, and the solubility in alcohol 
is greater than in water. With tin trimethyl halides it forms complexes 
of the type (Me3SnOn)2.Mc3SnX, the bromide melting at 118° to 115° C. 
with decomposition ; iodide 143° to L53° C. with decomposition ; also 
the type Mc3SnOH.Mc3SnX.lI2O, the chloride, M.pt. 90° C.; bromide, 
M.pt. 210° to 211° with decomposition; iodide, M.pt. 221° C. with 
decomposition . The electrical conductivity of solutions of the hydroxide 
has been determined by Brcdig." 

Tin trimethyl sulphate crystallises in brilliant rhombic pyramids, 
for which a : b : c =0-8872 : 1 : 1-0858.® 

Tin trimethyl sulphide, formed by the addition of sulphur to a 
solution of tin trimethyl in benzene, has M.pt. 0° C., B.pt. 233-5° to 
235-5° C. at 759 min., density 1-6-19 at 25° C. The corresponding 
formate'^ crystallises in prisms of low melting-point, which can be sub- 
limed, and are easily soluble in water or alcohol. The acetate forms 
needles having similar projierties to the formate. 

Tin trimethyl ethylate is a liquid boiling at 65° to 06° C,, and 
])reparcd from the iodide and sodium ethylate at 130° C. It is con- 
verted to tin tctramcthyl on distillation with sodium. 

Tin triethyl salts. — ^I'he fluoride^ crystallises from alcohol or 
acetic acid in large, pure white, glistening prisms, which sublime above 
180° C. and melt at 302° C. (corr.), to a colourless, clear liquid. The 
aqueous solution of the fluoride turns litmus wine-red. 

The chloride is a liquid of extremely pimgent odour, B.pt. 208° to 
210° C. or 94° C. at 13 mm. ; density 1-428 at 8° C. Cooled to 0° C. it 
forms a crystalline mass, easily soluble in methyl or ethyl alcohol and 
ether, sparingly in water.® It forms the following double salts, 2Et3 
SnCLPtCli, dark red needles ; EtsSuCLPtClj, yellow octahedra. 

The bromide occurs as a colourless, pungent liquid, B.pt. 222° to 
224° C. ; density 1-630.^ It has a similar solubility to the bromide. 

The iodide may be prepared in a variety of ways : (1) By heating 
80 grams of ethyl iodide with 100 grams of tin amalgam (14 per cent, 
sodium).® (2) By the action of iodine on tin tetnicthyl. (3) By treat- 
ing hexa-ethyldi-stannane with iodine, or heating it with ethyl iodide at 
about 220® C. It melts at -34-5° C.; B.pt. 281° C. (Ladenburg), 285° 
to 288° C. (Cahouxs), 117° C. at 18 mm.,» density 1-883 at 22° C. When 

^ Kraus and Callis, 2oc. eit. 

‘ Btedig, Zeitsch.physihd. Ohem., 1894, 13, 303. 

> Hjoxtdahl, Oompt. rend., 1879, 88, 684 j Jahreaber., 1879, p. 773 ; 1880, p. 939. 

* Cahours, Atmilen, 1860, 114, 378. 

® &ause, Ber., 1918, 51, 1447. 

* Cahours, Annakn, 1860, 114, 364. 

’ LOwig, Amcdm, 1862, 84, 330. 

* La^nburg, ho. dt . ; LOwig, he. eit., 308 ; Cabouts, Annakn, 1860, 114, 246, 361. 

‘ GrOttner and &au8e, Ber,, 1917, 50, 1802. 
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distilled with potassium hydroxide the base is formed. Heated with 
sodium the iodide is converted into hexa-ethyldistannane, and by iodine 
into tin diethyl iodide. The tin triethyl ethylate is formed by treatment 
with sodium ethylate. The following double salts have been prepared : 
Et3SnI.2NH3, needles; EtgSnl.^CgHigN (isoamylamine) plates. 

• The sulphide is a yellow liquid.^ 

The hydroxide is formed from the iodide by the action of aqueous 
caustic alkali. It crystallises from ether in glistening prisms, M,pt. 13'^ C. 
(Ladenburg), 44" to 45" C.,^ B.pt. 272^^ C. (Cahours). 

The aqueous solution has an alkaline reaction, and prolonged boiling 
causes the formation of an anhydride. 

The sulphate is dimorphous. The stable form crystallises in hexa- 
gonal prisms terminated by pyramids, whose dimensions are very like 
those of potassium and thallium sulphates.® 

Tin triethyl sulphate. . . a : aVs : c=*5773 : 1 : *7217. 

Potassium sulphate . . . a : b : c =*5727 : 1 : *7464. 

The labile form crystallises in regular octahedra. The sulphate is 
easily soluble in alcohol, sparingly soluble in water. 

The selenate forms regular octahedra, soluble in water or alcohol.^ 
The following salts have also been prepared: nitrate, crystalline and 
easily soluble ; phosphate, bushy needles, very easily soluble in dilute 
alcohol, sparingly in ether ; ® carbonate, prisms from ether ; cyanide, 
needles, which can be sublimed ; ® cyanate, prisms ; formate, needles, 
subliming when strongly heated, easily soluble in dilute alcohol, sparingly 
in water ; acetate, needles, M.pt. 230° C. ; butyrate, needles ; oxalate, 
prisms (+H2O); tartrate, cubes; ditartrate, crystalline (+H2O); 
ethylate, fuming liquid, B.pt. 190" to 192" C., or 82" C. at 13 mm., density 
1*2634 at 0" C., immediately decomposed by water, giving alcohol and 
tin triethyl hydroxide. 

Tin tripropyl salts are as follows : fluoride, (C3H7 )3SnF, crystallises 
from hot alcohol in prisms, from dilute alcohol in centimetre-long, fine, 
glistening needles. When heated in a sealed tube it melts at 275" C. to 
a clear, colourless liquid; the chloride has M.pt. —23*5" C., B.pt. 123" C. 
at 13 mm., and may be obtained from the base ; the bromide hiis M.pt. 
—49° C., B.pt. 133" C. at 18 mm. ; the iodide has M.pt. —53° C., B.pt. 
260" to 262" C., or 141" C. at 13 mm., density 1*692 at 16" C.^ and is formed 
in the usual way from n-propyl iodide and tin amalgam. With potassium 
or ammonium hydroxide it yields the hydroxide, which crystallises in 
prisms. It is volatile and only sparingly soluble in water. 

Tin tri -isopropyl salts : the iodide,^ is obtained by the action of tin 
amalgam (10 per cent, sodium) on isopropyl iodide. It is a liquid, B.pt. 
256" to 258" C. With potassium hydroxide it forms the base. 

Tin tri-isobutyl salts are as follows : fluoride, prisms melting at 

1 Kulmiz, Jahresber., 1860, p. 377. 

® Ladenburg, Annal&n Supjpl, 1872, 8, 75 ; Ber., 1870, 3, 358 ; Cahours, Annalen, 
I860, 1 14, 246, 361. 

® Hjortdahl, Compt. r&nd,, 1879, 88, 584. 

^ Hjortdahl, Jahresber., 1880, p. 939. » Kulmiz, he. cU. 

® Cahours, Anmkn, 1862, 122 , 60. 

’ Cahours, Oompt reTid., 1873, 137 ; Jahresber,, 1873, p. 619. 

® Cahours, Compt, rend,, 1879, 88, 725; Cahours and I)emar9ay, ibid,, 1879, 88, 
1112. 
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244“ C. (corr.) ; iodide, B.pt. 284“ to 286“ C., or 151° C. at 18 mm., 
density 1-540 at 15° C. ; ^ JiydroaMe, B.pt. 311° to 814° C.® 

The followng tin tri-isoamyl salts have been isolated : jkmide, 
fine needles, M.pt. 288° C. (corr.) ; chloride, M.pt. 30-2° C., B.pt. 174° C. 
at 13 mm. ; bromide, M.pt. 21° C., B.pt. 177° C. at 13 mm . ; iodide, M.pt. 
—22° C., B.pt. 302° to 305° C., or 182° C. at 13 mm. ; hydroxide, B.pt. 
(■svitliout decomposition) 335° to 338° C. 


Alkyl Derivatives of the Types RjR'SnX; RR'SnXj; RjRaRjSnX. 

The preparation of the first type of compounds, the tin trialkyl 
bromides, has already been given under type RgSnR' (p. 303).® The 
chlorides are formed from the corresponding bromides by dissolving the 
latter in 5 parts of ether and shaking the solution with half its volume 
of 33 per cent, alkali. Tliis produces the hydroxide, dilute hydrochloric 
acid giving the chloride. For list of compomids of type RaR'SnX, see 
Table XV. of Appendix. 

Tin ethyl propyl dichloride.'® — ^I’liis compound is obtained from 
tin ethyl propyl dibenzyl by the action of concentrated sulphuric and 
chlorosulphonic acid. The aqueous solution of the sulphonatiori 
product is treated with ammonium hydroxide, the precipitate filtered 
ofl, dissolved in hydrochloric acid, and the acid solution extracted with 
ether. Removal of the solvent yichls the dichloridc in needles, M.pt. 
57° to 58° C., which have an unpleasant odour, and are readily soluble in 
alcohol, water, or ether, sparingly in light petroleum. 

Tin methyl ethyl n -propyl iodide.®— The compound is obtained 
by the following scries of reactions : — 

1 . 2Me3SnI -fZuEt j =2Me3SnEt -f Znij 

2. Me,SnKt +12 •=Me 2 KtSnI +MeI 

3. 2McaKtSnI -j-ZnPra =2Me3EtPrSn -f Znia 

4. MejEtl’rSn-hli^MeKtPrSnl+Mel 

The final product is externally compensated tin methyl ethyl n- 
propyl iodide, 

Me-. 

>Sn 
EV 



a faint yellow oil, B.pt, 270° C., practically insoluble in water. When 
shaken in molecular proportions with an aqueous solution of silver 
dcxtro-camphorsulphonate, tin methyl ethyl n^propyl dextro-caniphor- 
mlphonaie is depo.sited. It crystallises from water in lustrous, square 
plates, M.pt. 125° to 126° C. In dilute aqueous solution it has a mole- 
cular rotation [M]o -)-95°, so that for the monobasic radicle Me.Et.Pr, 
Sn— [M]i) is about 45°. From the mother-liquors of this salt, no salt 
of the laevo base can be obtained. No better results have been obtained 
using silver dextro-bromocamphorsulphonate. The bromocamphor- 


* Cahuurs and Doroarjay, Oompt. resA,, 1879, 88, 1112; Cahoura, ibid., 1873, 77> 
1404; Jahmber., 1873, p. 

» Cahours and Demargay, Ooinpt. rend., 1879, 89, 70. 

* Qruttner and Krause, Ber., 1917, 50, 1802. 

* Smith and Kipping, Trane. Chen%. Soo., 1912, loi, 2563. 

* Pope and Peaohey, Proo. Ohtm. Soe., 1912, 28, 42, 116, 
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sulphonate crystallises from acetone in colourless plates, M.pt. 194^ to 
197° C., which in dilute aqueous solution have the molecular rotation 
[M]d +318°. Allowing the value [M]d +270° for the bromocamphor- 
sulphonic acid radicle, this gives [M]d +48° for the basic radicle, 
which compares favourably with the previous value. 


Alkyl Derivatives of the Type RgSnXg. 

Tin dimethyl salts. — Dijhwride^ — solution of 40*3 grams of tin 
dimethyl di-iodide in 50 c.c. of warm alcohol is treated with a neutral 
solution of 11*6 grams of potassium fluoride in 25 c.c. of water, when 
snow-white plates separate out. The fluoride decomposes above 360° C. 

The dichloride is obtaiiied by treating the oxide with an excess of 
hydrochloric acid. It crystallises in rhombic prisms, M.pt. 90° C., 
B.pt. 188° to 190° C., soluble in ether or water, very soluble in alcohol.- 
Measurements of the proportions between the axes gives a:b:c5= 
0*8841 : 1 : 0*9407.^ With platinic chloride, Me2SnCl2.PtCl4,7H20, red 
rhomboids are produced. 

The dibromide crystallises in plates from alcohol, M.pt. 74° C.,^ B.pt, 
208° to 210° C. 

Di-iodide, — ^Tinfoil is heated with 2*5-8 parts of methyl iodide at 1 50° 
to 160° C. It forms yellow crystals from alcohol-ether solution, M.]>t. 
30° C., B.pt. 228° C., 33° C. at 18 mm., density 2*872 at 22° C. It is 
readily soluble in alcohols, ether, or acetone. Its aqueous solution when 
treated with ammonium hydroxide yields the oxide. 

Oxide, — ^This may be isolated in two ways : (3) It is formed as a by- 
product, when an alcoholic solution of methyl iodide is shaken for one to 
two days with alkaline stannous chloride, for details see corresponding 
ethyl compound.® Yield 25 per cent. (2) Heating methyl stannonic 
acid with concentrated alkali hydroxides.® It is an amorphous powder, 
insoluble in water, alcohol, or ether, and aqueous alkali. With acids it 
yields the corresponding salts. 

Sulphate. — Its crystals consist of rhomboidal prisms, inclined at 
74° 50' with the base and the positive hemiorthodome, the vertical axis 
maMng an angle of 88° 75' with the inclined axis, which is the longest. 
It is not isomorphous with lead and barium sulphates, although the 
lengths of its axes are sensibly the same.^ 

Me^SnSO^ .... 1*8218 : 1 : 1*6680 
BaSO^ .... 1*8127:1:1(1*6852) 

PbSO^ . . . . 1*2915:1:1(1*5728) 

It is easily soluble in water, but not readily in boiling alcohol. 

Diformate. — ^This is deposited in prisms from alcohol, which j>artially 
sublime without decomposition. Its crystals resemble those from 
calcium, barium, and lead formates. 

1 Krause, Ber., 1918, 5x, 1447. 

2 Cahours, Anmlen, I860, 114, 374. 

® Hjortdahl, Jahresber., 1880, p. 390. 

* Pfeiffer and Lehnardt, Ber., 1903, 36, 3027. 

® Pfeiffer and Lehnardt, ibid. 

® Pope and Peachey, Proc. Boy. 8oc.» 1903, 72, 7. 

’ Hjortdahl, loc. cit. - 
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Tin dimethyl diformate 
Calcium formate . 
Barium formate . 

Lead formate 


a : b : c 


=•7287 : 1 : -4784 
=•7599 ; 1 : -4671 
=‘7650:l:2(-4ai9) 
=•7417 : 1 : 2(-4219)i 


A diacetaie, dibutijrate, divalerate^ and dicaprylate have been prepared, 
also double salts of above compounds with pyridine and quinoline.^ 

Tin diethyl salts. — Difluoride. — This crystallises in tufts of needles, 
or rhombic plates, M.pt. 287° to 290° C., ])reviously sintering at 240° C. 
It forms a double salt, Kt2SnF2.2KF, which crystallises in stout leaflets. 

Dichloride,— (1) Prepared by treating the oxide with aqueous chloride 
solutions, or addiiig ammonium hydroxide to a hot alcoholic solution 
of the dichloride — these preparations giving the double salt, Et^SnC^. 
EtgSnO.^ (2) By adding hydrochloric acid to the oxide. 

The anhydrous compound melts at 84° C,, when hydrated at 74° C., 
B.pt. 220° C., and when freshly ])repared it is soluble in alkalies. It 
forms the following double salts : Et2SnCl2.2NH3, an amorphous, white 
powder, decomposed by water ; Et2SnCl2.PtCl4.7H2O, tetragonal 
hipyramids. 

Dibromide, — Occurs as white needles from alcohol, M.pt. 03° C.,^ 
B.pt. 232° to 233° C, or 74° C, at 13 mm., easily soluble in water, alcohol, 
or ether. 

Di-iodide. — (1) Obtained by the action of sunlight on a mixture of tin 
and ethyl iodide or by heating the mixture at 180° C.® (2) By heating 
togctlier tin amalgam and ethyl iodide. (3) From tin tetraethyl and 
4 atoms of iodine.^ (‘I) From tin triethyl iodide and iodine. (5) From 
tin diethyl and iodine.'^ 1 fc crysttillises from alcohol in needles, M.j^t. 44° 
to 45° C,.® B.])t. 245° to 2Mi° C., readily soluble in ether or hot water, 
sparingly in cold water. It forms the following double compounds : — 

Et2Snl2.2NH3 ,• Et2Snl2.3Et2SnO ; EtgSnIa.EtaSnO 

The following salts are also known : sulphate^ crystallises in plates, 
soluble in alcohol or water ; dinitrate, crystallises in prisms and forms a 
double salt with the oxide, Et2Sn(N03)2.Et2Sn0.H20 ; phosphate, 
needles ; diformate, prisms, easily soluble in water, sparingly in alcohol ; 
diacetate, prisms or plates from alcohol, sparingly soluble in water, readily 
in organic solvents ; diomlaie, white powder ; di-iodide-dicyanide, EtgSnlg, 
Et2Sn(CN)2, a crystalline })owdcr formed from the iodide by the action 
of silver cyanide ; dithiocyanate, crystals from alcohol, readily soluble in 
ether. 

Oxide, — (1) Obtained by treating the iodide with ammonium hydrox- 
ide. (2) Potassium hydroxide, 23 grams in 150 c.c. of water, is mixed and 
shaken with 15 grams of stannous chloride in 50 c.c. of water. The black 
precipitate is filtered off and 10 grams of ethyl iodide added and a fair 
bulk of alcohol. After six to eight hours’ heating on the water-bath, 
most of the alcohol is distilled off and carbon dioxide passed into the warm 


1 Hjortdahl, JcdimHu 1879, p. 772. 

® Heifer, Amudm, 1910, 376, 310. 

* Streckor, Anmlen, 1862, 123, .368. 

* Womer, Zeit, anorg, Ohem,, 1898, 17, 90. 

» Frankland, AnmUn, 1853, 85, 332; Cahours, ibid., 1860, 11:4, 354. 
® Ladenburg, Ber,, 1871, 4, 20. 

^ Ldwig, AwMMn, 1852, 84, 321. 

« Heifer, Ber., 1902, 35. 3303. 
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solution. Three grams of a white, powdery precipitate are obtained, 
which consists principally of the required oxide. It is an amorphous 
powder, insoluble in water, alcohol, or ether, but dissolving readily in 
acids or alkalies. Hydrogen halides convert it to the corresponding 
halogen compounds.^ 

Tin dipropyl salts. — Normal Propyl Compoun^: Difluoride. — This 
crystallises from methyl alcohol on concentration in roscttc-like grou})s 
of plates, sintering at 200® C. and melting at 204® to 205® C. 

Dichloride. — The di-iodide is dissolved in potassium hydroxide and the 
solution acidified with hydrochloric acid. It forms inagniiiccnt colour- 
less, rhombic crystals, M.pt. 80° to 81° C., consisting of very acute 
pyramids, with very perfect cleavage parallel to the base, resembling 
the cleavable pyramids of mercuric bromide. 

Tin di-n-propyl dichloride . a : b : c=-C943 ; 1 : J(l-0047) 
Mercnric chloride . . „ =-7254 : 1 : 1*06 18 

Mercuric bromide . . „ =-G817 : 1 : 1*0183^ 

The di-iodide is obtained by heating tin foil with propyl iodide.® It 
boils at 270° to 273° C., but is decomposed on distillation, yielding 
stannous iodide, and a gas is evolved. 

Oxide . — ^When the preceding compound is treated with potassium 
or ammonium hydroxides, the oxide separates as a white, amorphous 
substance. It is insoluble in alcohol, ether, or water. Halogen acids 
convert it to the corresponding salts. 

The following salts are known, most of which appear to have good 
crystalline structures: dinitrate, sulphate^ diforniafe, diacetafe^ oxalate^ 
and tartrate. 

Isopropyl Compounds. — ^The dichloride^ melting at 56*5° to 57*5° C., 
insoluble in water, soluble in alcohol or ether, and the di-iodide^ B.pt, 
265° to 268° C., are prepared by the usual metliods. Oxide^ prej^ared 
from the trichloride in the usual manner, is an infusible powder. With 
hot concentrated hydrochloric acid it yields tin di-isopropyl dichloride, 
transparent crystals from benzene, M.pt. 80° to 84° C., soluble in water, 
alcohol, hot benzene, or hot glacial acetic acid. With pyridine hydro- 
chloride it gives (C 3 H 7 ) 2 SnCl 2 . 2 C 5 H 5 N. 2 HCl. Tin di-isopropyl di- 
bromide forms pale yellow, hygroscopic crystals, melting about 54° C. 
It also forms a complex with pyridine hydrobromide. A diformate^ 
diacetate, and oxalate are also known. 

Tin di-isobutyl salts. — The dichloride is a colourless, mobile, heavy 
liquid, B.pt. 260° to 262° C., solidifying at 5° to 6° C. to a mass of silky 
needles resembling asbestos, whilst the di-iodide occurs as a colourless 
liquid, B.pt. 290° to 295° C., obtained by heating tin foil and isobutyl 
iodide to 120° or 125° C. in a sealed tube for several hours. With 
potassium or ammonium hydroxide it yields a white, amori)hous pre- 
cipitate of the oxide, which gives crystalline salts with acids. 

Tin di- isoamyl salts . — ^The following have been isolated : dichloride, 
M.pt. 4° to 5° C. ; sulphate, white, insoluble powder; oxide, amorphous 
powder.^ 

1 Pfeiffer, Ber., 1902, 35 , 3303. 

® Hjortdahl, Jahresher., 1879, p. 772. 

® Cahouxs and Demar^ay, Compt. rend., 1879, 89 , 70. 

* Grimm, Annalen, 1854, 92 , 384, 390 ; Cahonrs and Demar^ay, Compt. rend., 1879, 
89 , 68 . 
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The following ammonia and amine compounds of tin dialkyl halides 
have recently been described ^ : tin dimethyl dichloride dianiline, Me^Sn 
Cl 2 . 2 PhNIIg ; the diquinoline salt forms white crystals, M.pt. 40® to 60® C., 
unstable in moist air, the dibromide melting at 80® to 115® C. Tin diethyl 
dichloride and dibromide both form dianiline, and the latter a monoaniline 
compound. Tin dipropyl dibromide yields a dianiline derivative. 

All the ammonia compounds are of the type R2SnX2.4NH3, except 
the tin diethyl dichloride compound, which only contains SNHj. 

A collection of physical data of various tin alkyls is shown in Table 
XVI. of the Appendix.® 


Alkyl Derwatives of the Types R.SnO.OH; RSnXj. 

Methyl stannonic acid.® — Preparation : Twenty grams of stan- 
nous chloride in 50 c.c. of water are added with stirring to 100 c.c. of 
20 per cent, potassium hydroxide, and the mixture treated with 14 
grams of methyl iodide in 100 c.c. of alcohol. The whole is allowed to 
shind for three days and should be frequently shaken. The alcohol is 
removed at 40® C., and hydrochloric acid added until the solution is acid 
and the white, gelatinous precipitate begins to redissolve. The latter is 
filtered, washed free from chloride by cold water, and dried in vacuo over 
suliihuric acid. Yield 13-5 grams. The reaction takes place according 
to the equation : 

KllSnOj -fMel =Me.SnO.OH -1-KI 

It may also be obtained from tin methyl tri-iodidc by evaporation with 
an aqueous solution containing 3 mols. of sodium hydroxide. 

The acid is a white, amor))hous, infusible solid which decomposes at 
a red heat, leaving stannic oxide. Heated with ammonium nitrate, it 
yields carbon dioxide, water, and stannic oxide ; heated in the absence 
of air, methane is produced. It is insoluble in water and the usual 
organic solvents, but readily dissolves in cold solutions of alkali and 
ammonium hydroxides, or in lime water. It also dissolves in mineral, 
acetic, and tartaric acids. When ammonium hydroxide is added to the 
dilute acetic acid solution of the acid, no precipitate is formed until the 
solution is boiled. This indicates the existence of an ortho acid, 
MeSn(OH) 3 , which decomposes on heating to form the stannonic acid. 
When the acid is boiled with dilute potassium hydroxide a clear solution 
is never obtained, and if the alkali be concentrated, methane, tin W- 
methyl hydroxide, and tin dimethyl oxide are fornied. Heating with 
solid potassium hydroxide and a very small quantity of water yields 
methane and a considerable amount of tin tetramethyl. With con- 
centrated hydriodic acid, the acid yields the iodide, this method being 
general for the production of the halides. The compleai, (MeNHPb) 2 . 
HjjMeSnCls, is prepared by evaporating a solution of the acid and di- 
methylaniline in dilute hydrochloric acid to the crystallising point. It 
forms small, white granules, M.pt. 194° C., the aqueous solution having an 
add reaction. With aniline a similar complao is formed, which erys^- 
lises in diort prisms, M.pt. 214° C., the clear aqueoiis solution being 

1 Pfeifier, ZeU. emorg. Ohem., 1934, 133, 91, 

* Qrattner and Krause, J8er., 1917, 50, 1802. 

* Meyer, Btr., 1883, 16, 1442 ; Heifier and Lehnardt, ibid., 1903, 36, 1054 j Pope and 
Peachey, Proo. Boy. Soo., 1903, 72, 7 j Druoe, Ohem. Nem, 1920, 120, 229. 



312 


ORGANOMETALLIC COMPOUNDS. 


acid to litmus and unchanged on boiling. The pyridine complex 
crystallises in pale yellow plates, M.pt. 300° C. 

Tin methyl trichloride, MeSnClg, is prepared by treating the acid 
with concentrated hydrochloric acid, phosphorus trichloride, or hydrogen 
chloride at 100° C. There seems to be a wide difference of opinion 
regarding the melting-point of the compound : Druce ^ obtained 
crystals from hydrochloric acid solution, M.pt. 40° C. ; Pope and 
Peachey^ from light petroleum, long prisms, M.pt. 105° to 107° C\, 
distilling without decomposition at 179° to 180° C. ; Pfeiffer and Lch- 
nardt,® crystals from ligroin, M.pt. 53° C. It fumes in air and dissolves 
in water to a clear solution, and is soluble in the usual organic solvents. 
With aniline it forms the above complex, M.pt. 214° C. 

Tin methyl tribromide crystallises in needles or prisms, M.pt. 
50° to 55° C. It fumes slightly in air and has a similar solubility to the 
chloride. 

Tin methyl tri -iodide. — Preparation : (1) Methyl stannonic acid 
is treated with colourless hydriodic acid.*^ (2) Tin tetramethyl (2 parts) 
and stannic iodide (7 parts) are heated on the water-bath, then allowed to 
stand for a few hours.^ (3) Methyl iodide and stannous iodide are heated 
at 160° C. for four hours.® (4) To the solution of 19 grams of methyl 
iodide and 2*8 grams of magnesium in dry ether, 20 grams of stannic 
iodide are added in small portions, and the whole boiled for two hours. 
The mass is decomposed by acidified water and the ether layer sc])arated 
off and dried. 3-9 grams of oil are obtained between 155° and 180° C., 
from which 2 grams are isolated between 1 60° and 1 70° C. Redistillation 
gives 1-3 grams of pure iodide, B.pt. 170° C. 

The melting-point given by the various investigators varies between 
82° and 85° C. The compound crystallises in needles or prisms, very 
readily soluble in alcohols, ether, ligroin, or chloroform or henxene. Its 
aqueous solution has a strong acid reaction, nitric acid precij>itating 
iodine. Hot alkali precipitates methyl stannonic acid. Treatment 
with hydrogen sulphide converts the iodide to the corresponding sul- 
phide, which is soluble in ammonium sulphide, but insoluble in the 
usual organic solvents. 

Basic tin methyl sulphate, MeSn( 0 H)S 04 .xH 20 , is obtained as a 
white powder when methyl stannonic acid is warmed with 50 per cent, 
sulphuric acid. It slowly dissolves in water, leaving a glassy mass, but 
cannot be precipitated from its aqueous solution by alcohol.^ 

Ethyl stannonic acid.® — Prepared in a similar manner to the 
methyl compound, it forms a white, amorphous, gelatinous substance 
which becomes yellowish-brown and transparent on drying. It is in- 
soluble in water and the common organic solvents, but dissolves in dilute 
mineral acids. When freshly prepared it is soluble in alkali hydroxides, 
but becomes insoluble after keeping. When strongly heated in the 
absence of air it yields ethane and ethyl alcohol. The following salts 
have been prepared : sodium, potassium, magnesium, batium, and 
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copper; also basic salts of silver, zin-e, meremy, cobalt, nickel, manganese, 
and strontium. Solution of the acid in concentrated hydrochloric acid 
gives a stannic acid, HaSnEtClj, which forms colourless prisms, decom- 
posed by water, and yields a potassium aird aniline salt. Tin diethyl 
oxide is formed by boiling the acid with 10 per cent, sodium hydroxide. 

Tin ethyl tribromide occurs as colourless, feathery crystals, 
which become brown on heating, but do not melt at 310° C. It is soluble 
in water, but the solution soon becomes turbid, owing to the formation 
of ethyl staniioiric acid. 

Propyl stannonic acid ^ is obtained by shaking ethyl bromide with 
an alkaline solution of potassium hydrogen stannitc in the presence of 
alcohol for fourteen days. It is a white powder which yields propane, 
propyl alcohol, propylene, water, and tin oxides when heated in the 
absence of air. The acid forms sodium, potassium, and basic calcmn 
and barium salts. Tin propyl tribromide and trichloride are prepared 
from it in the usual manner, and boiling with 10 per cent, alkali con- 
verts them to the dipropyl oxide. 

Isopropyl stannonic acid* is a white, amorphous substance, 
giving isopropyl alcohol, propylene, and a traee of propane when heated 
in the absence of air. It is insoluble in water or organic solvents, but 
dissolves in dilute mineral acids and alkalies. The sodium and potas- 
sium salts have been obtained, and the oxide is formed in the usual way. 

Tin isopropyl tribromide forms deliquescent, pale yellow, pris- 
matic tablets, melting about 112° C. Its aqueous solution is strongly 
acid. With pyridine hydrobroraidc it forms the compleas, CjH 7 .SnBr 3 . 
gCjjIIsN.'illBr, which is imchanged at 300° C. 

Tin isopropyl trichloride.— This compound has not been isolated 
in the free state, but only as a complex compound with pyridine hydro- 
chloride, analogous to the one from the above bromide. 


Alkyl Derivatives of the Types R^Sn and RjSn. 

Free tin dimethyl,® (McgSn)*. — This has been prepared in two 
ways: (1) A liquid ammonia solution of tin dimethyl dibromide is 
treated with two atoms of sodium, thus removing the halogen. (2) An 
ammonia solution of disodium dimethyl stannane is treated with one 
molecular equivalent of tin dimethyl dibromide. In both cases the 
group McjSn is precipitated as a yellow solid, insoluble in organic or 
inorganic solvents and readily oxi^sing. The substance from prepara- 
tion (2) is very senative to oxygen, even exploding at low pressures. 

Tin diethyl® has been prepared in a variety of ways: (1) By the 
action of ethyl iodide on an amalgam containing 1 part of sodium to 
6 parts of tin. (2) By reduction of tin diethyl chloride by zinc. (8) The 
following preparation is due to Pfeiffer:® One gram of tin diethyl 
chloride and 20 grams of 4 per cent, sodium amalgam in ethereal solu- 
tion are heated for a day on the water-bath in an atmosphere of hydrogen. 
The product is quickly filtered and dried in a vacuum desiccator. 

* Brace, Ohm. Nem, 1923, 127, 306. 

* Brace, Tram. Ohm. 80 c., 1922, 121, 1859. 

* Kraus and Greer, J. Amer. Ohm. 80 c., 1926, 47, 2668. 

* Mvig, Afimkn, 1862, 84, 309, 313 ; Frankland, A«n«Ze», 1863, 85 338 ; BucWon, 
Amnahn, 1859, 112, 220. 

* Heiffer, Bir., 1911, 44, 1269. 
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Pfeiffer claims that tin diethyl may also be prepared by the interaction 
of ethyl bromide, sodium amalgam, and stannous chloride in an atmo- 
sphere of hydrogen. Tin diethyl is obtained as an oil, which gives a 
clear solution in benzene, ether, or ligroin. When distilled at 25 nun. it 
forms metallic tin and a brown mass. It instantly_ reduces silver nitrate 
to metallic silver. Air oxidises it to tin diethyl oxide, and halogens add 
on directly forming the corresponding dihalides. Ethyl iodide yields 
tin triethyl iodide. The density of tin diethyl is 1-558 at 1 5“ C. 

Tin trimethyl.i— Tin trimethyl bromide is dissolved in liquid 
ammonia and treated with sodium, when the tin trimethyl is precipitated. 
It melts at 23° C., and boils at 85° to 88° C. at 45 mm. or 182° C. at 
756 mm., and has a density of 1-570 at 25° C. With sodium in liquid 
ammonia it yields sodium irimeihyl stannide. It is oxidised in air to 
an insoluble product, and combines with sulphur in benzene solution to 
form tin tiimethyl sulphide. With halogens, tin trimethyl lorms the 
corresponding halides, the chloride being also formed by the action of 
calcium or mercuric chloride on ethereal solutions of the compound. 
Tin trimethyl halides react with sodium trimethyl stmmide to form tin 
trimethyl. The latter, with p-dichlorobenzene and a little ether in liquid 
ammonia, gives CeH 4 (SnMe 3 )ii, M.pt. 128° to 124° C., tlie benzene solu- 
tion of which gives tin trimetliyl iodide and p-di-iodobenzene when 
treated with iodine, whilst sym-dichloroethane forms tin trimetliyl and 
sodium chloride. Tin triethyl iodide gives SnMca.SnEt.,, B.pt. 235° C. 
at 748 mm. Its density at 20° C. is 1-431. 


Alkyl Derivatives of tJie Type R 3 Sn.SnR 3 . 

Hexaethyl-distannane.— This compound until 1917 was the only 
one of its type, and was prepared in the following manner: (1) Tin 
triethyl iodide heated with sodium.® (2) By heating ethyl iodide with 20 
per cent, tin amalgam.® Molecular weight determinations were carried 
out by Ladenburg and Rhgheimer.* It has more recently been pre- 
pared ® by heating 5 grams of sodium powder, 59-2 grams of tin tricthyl 
bromide, and 50 c.c. of dry ether in a sealed tube at alxnit 120° C., 
with shaHng, for ten hours. Yield 90 per cent. The formation of 
tin tetraethyl and other by-products was not noticed. The comjiound 
is a fuming liquid, B.pt. 265° to 270° C. ; 146° to 148° C. at 14 mm. ; 155° 
to 157° C. at 19 mm. ; density 1-4115 at 0° C. It is insoluble in water 
and dilute alcohol, and when added to alcoholic silver nitrate, silver is 
precipitated. Stannic chloride yields tin triethyl chloride, and chlorine 
tin diethyl chloride. Tin triethyl iodide may be obtained from it, cither 
by the action of iodine or by heating with ethyl iodide at about 220° C. 
More recently « hexamethyl-distannane has been obtained in 84 per 
cent, yield by the interaction of tin trimethyl bromide and metallic 
so(hum in liquid ammonia. By a similar process trimethyltriethyl- 
distannane is obtained as a liquid at ordinary temperatures. The 
following compounds have been prepared in a similar manner, the 

^ Eiaus and Sessions, J. Armr. Ohm. 8oc., 1925, 47 , 2361. 

‘ Ladenburg, Armcden Suppl., 1872, 8 , 66 . 

* Oabouis, Amtden, 1860, 114 , 261, 265. 

* Ladenburg and Kdgbeiiuer, Amakn, 1909, 364 , 61. 

' Qriittner, Ber., 1917, 50 , 1808. 

' Kraus and Bullard, J. Amr, Ohm. 800., 1926, 48 , 2132 . 
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yields being as shown: hexa-n-propyl-distannane (88 per cent.), 
hexa -isobutyl -distannane (93 per cent.), sym. tetraethyl-di-n- 
propyl-distannane (88 per cent.), sym. tetraethyl -di -isobutyl - 
distannane (92 per cent.). 

The general properties of the compounds may be expressed in the 
following manner : The hexa-alkyl distannanes are colourless, strongly 
refracting, and colour-dispersing liquids, only the isobutyl compound 
(M.pt. 43*8® C.) is solid at the ordinary temperature. They have a 
penetrating and unpleasant smell, differing distinctly from the tin 
ti'ialkyl halides. In absolute alcohol they arc very slightly soluble, as 
are the tin tctra-alkyls, but are miscible with organic solvents. In spite 
of their high boiling-points, they are volatile unchanged under reduced 
pressure, and on the whole at high temperatures they are just as stable 
as the tin tetra-alkyls, but in contact with the air they are slowly oxi- 
dised to tin trialkyl oxides, in contrast to the tin tetra-alkyls. Treated 
with halogens in the cold they yield tin trialkyl halides, and also with 
mercuric chloride or bromide, the latter compounds being reduced to the 
metal. Anhydrous bismuth bromide splits oft an alkyl group. Heated 
with methyl iodide at 180° C., the stannanes are converted into 1 mol. 
of tin trialkyl methyl and 1 mol. of tin trialkyl iodide. The grouping 
: Sn.Sn : , besides accounting for the strong optical proi^erties of the 
com}>ounds, no doubt increases their stability at high temperatures 
and decreases their stability towards oxidising agents. 

Some physical constants of the compounds are shown in Table XVII. 
of the Appendix. 

Disodium tetramethyl-distannane, NaSnMea.SnMe^Na.^^ — ^When 
metallic sodium is added to tin dimethyl dibromide in liquid ammonia, 
immediate reaction occurs. If one atom of sodium is added for each 
atom of bromine in the compound the following reaction takes place: — 

McgSnBrg +2Na =Me 2 Sn +2NaBr 

The tin dimethyl, which is polymerised, appears as a yellow precipitate. 
If, however, the addition of sodium is continued, the following change 
occurs : — 

2Me2Sn -|-2Na==:NaSnMe2.SnMe2Na 

The latter compound gives a red solution in liquid ammonia, and with 
methyl iodide decomposition occurs in the following manner : — 

NaMe 2 Sn.SnMe 2 Na -|-2MeI =Me 3 Sn.SnMe 3 -f 2NaI 

Disodium dimethyl-stannanejNagSnMeg. — ^The above compound 
in liquid ammonia with metallic sodium decomposes according to the 
equation : 

NaMegSn.SnMcgNa -|-2Na=2Na2SnMe2 

This disodium salt gives an intensely red solution in liquid ammonia, 
which is opaque at high concentrations. With methyl iodide it gives tin 

f’pkf'Tfl TYI vl 

Na jSnMe* +2MeI ==SnMe 4 +2NaI 

Disodium hexamethyl-tristannane, NaSnMcj.SnMej.SnMeaNa 

1 Kraus and Greer, J. Avmf, Ohm. SO0., 1925, 4% 2568. 
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— This product is formed by the action of tin dimethyl dibromidc on a 
solution of disodium dimethyl stannane. The compound is readily 
soluble, and chemically very active. With ethyl bromide the two 
sodium atoms are replaced by ethyl groups, forming EtSnMca.SnMeg. 
SnMegEt. This substance is not stable in air, oxidation slowly taking 
place. It may be distilled under reduced pressures at a temperature 
of from 80° to 100° C., but some decomposition occurs. 

Dodecamethylpentastannane, MegSn.SnMeg.SnMeg.SnMco.SnMcjj, 
is isolated when disodium hexamethyl tristannane is treated with tin 
trimethyl bromide, 

Dimethylmethylene stannane, Me2Sn=CH2, is prepared by 
treating disodium dimethyl stannane with methylene chloride. It is 
a liquid at ordinary temperatures, but oxidises slowly in air and is 
reactive with halogens. Its properties change with time, pointing to 
polymerisation taking place. 


Aryl Derivatives of the Type R4Sn. 

Tin tetraphenyl, 811(06115)4. — ^This compound has been prepared 
by three methods : (1) By heating together 500 grams of tin amalgam 
(25 per cent, Na : 75 per cent. Sn), 600 grams of bromobenzene, and 25 
grams of ethyl acetate in an oil-bath.^ The reaction commences at 
about 70° C. and is completed by heating the mixture for thirty hours at 
the boiling-point, a thick brown mass separating out. The latter is 
boiled with benzene, the solution on cooling giving 100 grams of crude 
tin tetraphenyl. (2) An easier method of preparation is by use of the 
Grignard reagent, as follows : ^ To 20 grams of bromobcir/eue and 
3 grams of magnesium dissolved in dry etlier, 5 grams of stannic chloride 
are added drop by drop at room temperature. The mixture is then 
refluxed for two hours, allowed to stand for a day, decomposed witli 
dilute hydrochloric acid, filtered, and dried. The residue is boiled witli 
pyridine, the cool solution depositing needles of tin tetraphenyh Yield 
of pure product, 57 per cent. (3) Zinc diphenyl method.® Magnesium 
phenyl bromide is treated with anhydrous zinc chloride in ether sus- 
pension in an atmosphere of nitrogen. After completion of the reaction, 
toluene is added and the ether distilled off. To the cooled solution, an 
equivalent amoimt of stannic chloride in toluene solution is added and 
the mixture boiled for one hour. The mass is treated with dilute 
hydrochloric acid and the solution filtered, the residue being extracted 
with benzene and added to the toluene layer of the filtrate. The 
mixture is concentrated and cooled, v^hen a 91 per cent, yield of product 
is obtained, M.pt. 224° to 225° C. 

It is easily soluble in hot benzene, pyridine, glacial acetic acid, chloro- 
form, or carbon bisulphide, with difficulty in alcohol or ether, and in- 
soluble in light petroleum. The melting-point is given by various 
investigators, and ranges between 220° to 226° C. When heated in air, 
tin oxide results, and the halogens react according to the equation : 

Sn(C6H5)4+2Hal2=Sn(CeH6)2Hal2+2CeH6Hal 

^ Polls, Ber„ 1889, 22, 2915. 

® Pfeiffer and Sohnurmann, Ber,j 1904, 37, 319. 

8 Chambers and Scherer, J, Afner. Chem, JSoc., 1926, 48, 1064. 
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When boiled with thallic chloride in xylene solution, the reaction is 
more complicated, and is best represented as follows : — ^ 

(1) 3Sn(Csll5),,+2TlCl3=2Tl(C6H5)2CH-2Sn(C6H5)3Cl+Sn(CeH5)aCl2 

(2) Sn(C8ll5).,CI.3+IIaO=Su(C6Hs)2(OH)Cl+HCl 

The following reaction takes place quantitatively with stannic 
chloride:— a 

Su(CoH5)4+SnC4=2Sn{CeH5)aCl2 

The substance is isomorijhous with the tetraphenyls of lead and silicon, 
and crystallises in prisms belonging to the tetragonal system, 

a : c =1 : 0-3893 ; 1 11 : 110 =70° 35' 

Tin tetra-o-tolyl * is ])reparcd by adding 50 grams of stannic chloride 
in 200 c.c. of ether, dro]) by drop, to the Grignard solution from 220 
grams of o-bromotolucnc in 000 c.c. of ether. The whole is boiled for 
twelve hours under rellux, decomposed with water and ammonium 
chloride, the ethereal solution being separated off. The product remain- 
ing in suspension is recovered by washing the residue with alcohol, and 
relluxing it with benzene. 'The crude product is steam-distilled, to 
remove o-bromotoluenc and di-o-tolyl, and recrystallised from 400 c.c. 
of ether. Yield 35 per cent. The product consists of a snow-white 
powder, fairly soluble in benzene, less so in ether, and insoluble in 
alcohol. It crystallises from ether in tufts of very line needles, M.pt. 
15S° to 159° C. 

Tin tetra-m-tolyl.* — The preparation is similar to the preceding 
one, but the yield is only 29 per cent. It crystallises in colourless, 
glistening needles from absolute alcohol, M.pt. 128'5° C., easily sohible 
in cold benzene, boiling etlier, or boiling alcohol, with difficulty in cold 
ether or alcohol. 

Tin tetra-m-xylyl, (Me 2 C 8 Hj) 4 Sn, is obtained by treating the 
Grignard solution from 329 grams of l-bromo-2 : 4-xylene in 800 c.c. of 
ether, with 80 grams of stannic chloride. The yield is only 15 grams or 
7-2 per cent. It crystallises from benzene on the addition of ether in 
doubly refracting needles, a millimetre long, M.pt. 224° C. (corr.). 
Heated in a scaled tube, the molten substance becomes yellow at 287° C., 
and decomposes about 800° C. 

Tin tetra-p-xylyl crystallises from benzene in quadratic columns 
or cubes, M.pt. 278° C. (corr.), becoming yellow at 342° C., darker at 
347° C., and decomposing at 360° C. Yield 50 per cent. 

Tin tetra-cyclohexyl.®— -Cyclohexyl bromide, 192 c.e. (250 grams), 
or 182 C.C. (182 grams) of cyclohexyl chloride, are converted into the 
magnesium compound, the mixture being heated for two hours to 
complete the reaction. The ethereal solution is then poured oft and 
mixed witli 800 c.c. of pure, dry benzene. To the mixtiue, with ice 
cooling and mechanical stirring, 75 grams of stannic chloride in 200 c.c. 
of dry benzene are slowly added dropwise. The reaction is violent and 
completed by three hours’ boiling. The mass is decomposed by ice- 

* Goddard and Goddard, Trans. Ohm. Soe., 1922, 121, 266. 

* Goddard, Ashley, and Evans, Trans. Ohem,. 80 c., 1922, 121, 978. 

* Kranse and Sohmite, Ber., 1919, 52, [B], 2160. 

* Krause and R. Beoker, Ber., 1920, 53, [B], 184. 

» Grhttner. Ber.. 1914. av. 3267 : j&ause and Pobland, ibid., 1924, S7, [B], 636. 
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water and treated with 5 per cent, hydrochloric acid to dissolve the basic 
magnesium salts. The benzene-ether layer is separated, washed, dried, 
and evaporated to about 85 c.c. bulk. Crystals separate on cooling, and 
are recrystallised from benzene by the addition of alcohol. This crude 
product is changed to the monobromide, and the latter treated with 
cyclohexyl magnesium bromide, when pure tin tetra - cyclohexyl is 
obtained. It crystallises from benzene in small, colourless, quadratic 
plates, resembling the corresponding lead compound. The pure com- 
pound sinters at 263° to 264° C,, at 290° C. a yellowish cloudiness appears, 
and at 307° C. the product suddenly becomes dark gray and tin separates 
out. When pure it is odourless, air-stable, very soluble in hot benzene, 
moderately soluble in warm ether, and sparingly in hot alcohol By 
the action of bromine in carbon disulphide solution, tin di-cyclohexyl 
dibromide is formed, and iodine gives the corresponding di-iodide, but 
stannic chloride only removes one cyclohexyl group, giving tin tri- 
cyclohexyl chloride. 

Tin tetrabenzyl ^ is obtained by treating 1 mol. of stannic chlor- 
ide in ether, in the presence of 4 atoms of magnesium, with an ethereal 
solution of 4 mols. of benzyl chloride. After completion of the 
reaction the ether is distilled off, and the residue heated at 100° C. for 
two to three hours. On cooling, the mixture is decomposed by water, 
steam-distilled, and filtered, the dry residue being crystallised from light 
petroleum. The compound forms colourless, well-defined prisms, 
M.pt. 42° to 48° C., which are readily soluble in most organic solvents. 
It is oxidised in the atmosphere at otdinary temperatures, forming 
benzaldehyde, this often being noticed with benzyl compounds of tin. 

Tin tetra -a -thienyl,^ (C 4 H 3 S) 4 Sn. — suspension of stannic 
chloride in ether is slowly added to the Grignard solution from a-iodo- 
thiophene and magnesium in dry ether, and the reaction is completed by 
boiling for one hour on the water-bath. On working up in the usual 
manner, tin tetra-2-thienyl is obtained in needles or prisms, M.pt. 156° C. 
(corr.), fairly soluble in benzene, hot ether, and hot alcohol, sparingly 
soluble in cold ether, and insoluble in cold alcohol. The alcoholic 
solution when boiled with silver nitrate remains unchanged. 

Aryl Derivatives of the Types ArsSnAr' and ArgSnAlk. 

The compounds are prepared in a similar manner to tlie correspond- 
ing derivatives of lead, the starting-point being tin triphenyl chloride, 
but the yields in this case are practically quantitative.® 

Tin-triphenyl p-tolyl crystallises from ether in fine rosettes of 
needles, M.pt. 124° C., and from hot alcohol in tufts resembling glass 
wool. It is also soluble in benzene and chloroform. 

Tin triphenyl p-xylyl crystallises from hot alcohol in colourless, 
oblong, hexagonal plates, M.pt. 100-5° C. The solubility of the body is 
similar to that of the above tolyl compound. 

Tin triphenyl a-naphthyl crystallises from alcohol in colourless, 
refractive prisms, M.pt. 125° C. 

Tin triphenyl cyclohexyl is obtained from tin triphenyl chloride and 
an excess of magnesium cyclohexyl bromide. It forms bushy, colourless 

1 Smith and Kipping, Trana. Ohem. 8oe,^ 1912, loi, 2553. 

2 Krause and Renwanz, B&r., 1927, 6 o, [B], 1582. 

2 Krause and Schmitz, Ber., 1919, 52 , [B], 2160. 
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needles, M.pt. 131° to 182° C., easily soluble in benzene or ether, spar- 
ingly in alcohol. An iodine solution in benzene shows very little 
reaction in the cold, but at 60° to 70° C. slowly produces a pale yellow 
oil which crystallises from alcohol in plates, M.pt. 45° C., and no tin 
triphenyl iodide is produced. 

Tin tricyclohexyl phenyl is obtained from tin tricyclohexyl 
bromide, and recrystallised from benzene-alcohol mixture. It crystal- 
lises in snow-white, microscopic, fem-like ramifications of crystals, M.pt. 
191° to 192° C., easily soluble in benzene or chloroform, sparingly in hot 
alcohol, and insoluble in cold. 

Tin tricyclohexyl p-tolyl, melting at 111° C., is a pure white, 
granular powder, crystallising from hot alcohol in prismatic rods. 

Tin triphenyl methyl ^ crystallises from ethereal solution on con- 
centration in colourless tetrahedra, melting at 60° C. to a clear, colour- 
less liquid. From this melt it crystallises in large, glittering rhomboids, 
readily soluble in benzene, chloroform, or ether, sparingly in cold 95 
per cent, alcohol. Its density at 63-85° C. is 1-3113 ; na.. 1-60001, 
ni> 1-60061, nns 1-62351, na^ 1-63831, at 63-85° C. From these data 
the following are calculated : — 

SRiia 26-09, SRi, 26-32, 1-828, 0-819 

MRti„ 95-21, MEd 96-06, MA,_., 4-85, MA^_, 2-990 

Subtracting the value of the atomic refractions of carbon and hydro- 
gen, the following values arc obtained for the atomic refraction and 
atomic dispersion of tin in the compound : — 

ARju 14-53, ARi, 14-72, AA,-u 1-440, AAp_., 0-870 

Tin triphenyl ethyl crystallises from alcohol in centric groups of 
snow-white, highly refractive prisms, and from the molten crystals in 
large transparent plates, M.pt. 56° C. This and the preceding compound 
give a thick precipitate of a double compound of silver phenyl and silver 
nitrate with silver nitrate, which becomes black on warming. The 
density at 62° C. is 1-2953; nju 1-59917, nu 1-60542, nsp 1-62236 at 62°. 

From these figures : 

SRh* 26-88, SRj> 26-61, SAp_a 0-820, MRh« 99-96, 

MRd 100-81, MA;5-a 3-107 

which give for tin in this compound, 

ARn™ 14-69, ARd 14-86, AA^,-. 0-917 

Tin tricyclohexyl methyl occurs as a colourless, glycerine-like 
oil, B.pt. 221° C. at 15 mm. in a current of nitrogen, and forms a glassy 
mass when cooled to —75° C, It is miscible with benzene or ether in all 
proportions, insoluble in alcohol or water. Its density at 21-2° C. is 
1-1945 ; mu 1-58879, n© 1-58781, hh/S 1-54628, n^ 1-55384, at 21-2°. 
Hence 

MRh. 99-682, MRi) 100-180, MA^_« 8-098, 1-986 

^ This oompound has more recently been prepared according to the following eq^uation, 
the reaction being conducted in liquid ammonia; NaSn(0eH5)8+0H8l=0H8Sn(0eH5)a 
-{-Nal (Bullard and Bobinson, Amer, Ohem, Soc,, 1927, 49, 1368). 
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The atomic refraction and dispersion of tin in the compound is 
ARna 14*461, ARd 14*642, AA,_„ 1*018, AA^j^a 0*643 

Tin tricyclohexyl ethyl is a very viscous oil, B.pt. 227° to 228° C. 
at 15 mm., with partial decomposition. Its density at 23*2° C. is 1*1766 ; 
riHa 1*53453, np 1*53797, iih^s 1*54700, 1*55459, at 20*2° C. These 

figures are for the distilled preparation, and a similar series is given 
for the non-distilled preparation. The figures for the atomic refraction 
and dispersion for tin in the compound are 

ARna 14*477, ARp 14*664, AA^^^ 1*014, 0*652. 

Tin tribenzyl ethyl is formed by the interaction of tin tribenzyl 
chloride and magnesium ethyl bromide, the yield being almost theoretical. 
The product crystallises from alcohol-petroleum in colourless tablets, 
M.pt, 31° to 32° C., which ^re easily soluble in ether, benzene, or chloro- 
form, less so in alcohol, and sparingly in light petroleum. 

Aryl Derivatives of the Types Alk.Alk'.SnAr 2 , Alk.Alk^.SiiAr, 
AlkgSnArg, and AlkgSnAr. 

Tin ethyl propyl dibenzyl.^ — ^When tin ethyl tribcnzyl in carbon 
tetrachloride solution is treated with 1 mol. of iodine, the following 
reaction takes place : — 

Sn(C2H5)(CH2.CeH5)3+l2=Sn(C2H6)(CH2CeH5)2l+Cell5CH2l 

The tin ethyl dibenzyl iodide thus obtained is then treated with mag- 
nesium propyl bromide, the ether distilled off, and the residue heated at 
140° C. for one hour. After cooling, the mass is treated with water, 
and the oil thus formed dissolved in ether, the latter separated off, 
washed, and dried. On distillation, 70 per cent, of the oil distils at 
220° to 225° C. at 15 mm., and is pure tin ethyl propyl dibenzyl. It 
does not solidify at 0° C., and is oxidised in the air at ordinary temper- 
atures, whilst heating it imder atmospheric pressure causes decomposi- 
tion, with the separation of metallic tin. It is miscible with all the 
usual solvents. For the action of sulphuric acid on this compound, sec 
tin diethyl dibenzyl. 

Tin ethyl butyl dibenzyl — ^Tin ethyl dibenzyl iodide is treated 
with an excess of magnesium w-butyl bromide in ethereal solution, the 
ether distilled off, and the residue heated for one to two hours at 140° C. 
Distillation of the residue gives the required compound, boiling at 207° 
to 209° C. at 9 mm., or 175° to 180° C. at 3 to 5 mm. It is fairly soluble 
in benzene, less soluble in acetone and ether. 

Tin ethyl dibutyl benzyl occurs as a by-product in the above 
preparation. It is a colourless liquid, B.pt. 175° to 180° C. at 9 mm., or 
118° to 122° C. at 2*5 to 8 mm. 

Tin dimethyl diphenyl.^ — ^This is formed by treating disodium 
diphenyl stannide with methyl iodide in liquid ammonia. The yield is 
about 84 per cent. 

Tin diethyl dibenzyl. — ^The product obtained from the interaction 

^ Smith and Kipping, Trans, Ghem, JSoc,, 1912, loi, 2563. 

2 Law, J, Chem, 8oc., 1926, p. 3243. 

® Bullard and Robinson, J, Am&r, Ghem, Soc,, 1927, 49 , 1368. 
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of tin dibenzyl chloride and magnesium ethyl bromide is an oil, which 
on distillation gives a fraction at 223° to 224° C. at 20 mm., correspond- 
ing to the desired compound. This oil, which is slightly decomposed on 
distillation, is heavier than water, does not solidify at ordinary temper- 
atures, and is miscible with the usual organic solvents. On heating in 
air it rapidly decomposes with the separation of metallic tin, and 
oxidation by the air produces benzaldeliyde. 

When tin ethyl propyl dibenzyl or tin diethyl dibenzyl are treated 
with sulphuric acid or chlorsulphonie acid, no sulphonic acids can be 
obtained. 

Tin trimethyl benzyl is prepared from sodium trimethyl stannide 
and benzyl chloride in liquid ammonia, according to the equation : 

Me3SnNa-bC7H7Cl=Me3SnC7H,-l-NaCl 
It decomposes when heated to 215° C.^ 

Tin trimethyl phenyl.* — Sodium trimcthylstannidc when treated 
nith bromobenzene in liquid ammonia yields tin trimethyl phenyl, 
B.]it. 203° to 208° C., but the main product of reaction is tri (trimethyl- 
stannyl)-aminc. This is formed according to the equation : 

3NaSn(CH3)3-h3CeH5Br+Nll3=[Sn(CH3)3]3N-f3C*He-l-8NaBr 

Tin trimethyl phenyl may also be prepared by the action of magnesium 
phenyl bromide on tin trimethyl bromide in benzene-ether solution. 
The yield by this method is 35 per cent, and the product distils at 203° 
to 208° C. It is a colourless oil, having a pleasant odour, and is con- 
verted by bromine to tin trimethyl bromide. 

Tin triethyl phenyl ® is obtained as an oil, B.pt. 254° C., from the 
reaction mixture derived from heating together tin triethyl iodide 
(1 mol.), bromobenzene (1 mol.), and metallic sodium. It forms 
a colourless liquid, which has to be distilled in hydrogen, since it is 
partially oxidised in the air, has a fairly pleasant odour, burns with 
a sooty llame, depositing metallic tin. It is highly refractive, and has 
a density 1-2639 at 0° C., is easily soluble in alcohol and ether, but 
insoluble in water. With alcoholic silver nitrate, iodine, fuming hydro- 
chloric acid, and stannic chloride, the following reactions take place : — ■ 

2Sn(C3ll3)3(C4H5)-H2AgN03=2Sn(C3H6)3N03-fCi3Hi„-f2Ag 

Sn(C3H6)3(C«Il3)-hl3 -Sn(C3H5)3l-bCeH3l 

Sn(C3nB)3(C8Hs) -t-IICl =Sn{C3H3)3CHCeHe 

Sn(C3H5)3(CeIl5)-t-SnCl4 =Sn(C3Hs)3Cl3-|-Sn(C3H5){CeH5)Cl3 

Aryl Derivatives of the Type RjSnX. 

General Method of Preparation of Tin Triphenyl Halides * — ^THn 
tetraphenyl (85-4 grams) is dissolved in 700 grams of hot pyridine with 
mechanical starring and the solution rapidly cooled in ice, so that a very 
fine suspension of the compound is produced. At a temperature of 
—48° C., 82 grams of bromine in 150 grams of pyridine are added in 6 

^ Kraus and Bullard, «/. Amer. Ohem. Soc,^ 1926, 48, 2135« 

» Bullard and Robinson, loc, cU, 

* Ladnnburg, 1871, 159> 25b 

^ Krause, Ren, 1918, 51, 913, 
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portions, with rapid stirring, and a clear j^^ellow solution is obtained. 
The pyridine is distilled oft and the bromobciv/cne removed in vacuo, 
leaving a thick, brown residue which is dissolved in ctlicr, treated with 
hydrochloric acid to remove traces of pyridine, and any imclianged tin 
tetraphenyl filtered oft. By shaking the ethereal solution with 30 ))cr 
cent, sodium hydroxide, the halide is changed to the liydroxidc, from 
which the halides may be obtained by the action of halogen acids. 
Yields 90 to 95 per cent. 

Tin triphenyl chloride —This has also been obtained by three 
other methods : (1) Tin diphenyl dichloride is treated with sodium 
amalgam in ether solution, or with ammonia.^ (2) When an acetic 
acid solution of tin diphenyl dichloride is treated with sodium nitrite, 
85 per cent, of the tin compound is converted to tin triphcnyl chloride, 
nitrosobenzenc also being formed.^ (3) It occurs amongst otluT pro- 
ducts, when tin tetraiDhen^d is decomposed by thallic (diloride.^ It 
crystallises from ether in colourless crystals, M.pt. lOt^ C,, whicli are 
partly octahedral and partly prismatic. It boils at 210'^ C. at 13*5 mm., 
and is soluble in all the usual solvents. 

Tin triphenyl bromide has more recently been j)rcparcd by 
treating tin tetraphenyl in boiling chloroform with iodine, when tin 
triphenyl iodide is produced. This is then changed to the hydroxide 
by 30 per cent, sodium hydroxide, and the solution shaken with con- 
centrated hydrobromic acid. Yield 50 per cent. This method obviates 
the coohng in solid carbon dioxide adopted by Krause.® It crystallises 
in millimetre-long pyramids or octahedra, and from dilute solution in 
fern-like masses. It melts at 120*5° C., and boils at 249° C. at 13*5 mm. 

Tin triphenyl iodide forms large, four-sided, monoclinic prisms, 
M.pt. 121° C., B.pt. 253° C. at 13*5 mm. 

Tin triphenyl fluoride ® occurs as fine, snow-white prisms, M.pt. 357° 
C., becoming brown at 345° C. It is sparingly soluble in cold alcohol, ether, 
or water. 

Tin tri-o-tolyl chloride crystallises from alcohol in thick, colour- 
less prisms, M.pt. 99*5° C. The bromide forms compact, rhom))ic plates, 
M.pt. 99*5° C., and the iodide rhombic crystals, M.pt. 110-5° C. The 
solubilities of these three compomids are similar to the corresponding 
para compounds. 

Tin tri-p-tolyl chloride forms rhombic plates, M.j)t. 97*5° (h, 
from hot alcohol. It is easily soluble in benzene or ether, sparingly in 
absolute alcohol. The bromide crystallises in colourless rhomboids, 
M.pt. 98-5° C., and has a similar solubility to the chloride. The iodide 
crystallises in a like form to the bromide and melts at 120*5° C., and has 
also a solubility similar to the chloride. The fluoride forms hair-fine 
needles, melting in a sealed tube at 305° C. to a brown liquid. It is 
readily soluble in alcohol, but insoluble in ether. 

Tin tri-m-xylyl fluoride is deposited as fine, matted needles froni 
hot benzene, M.pt. 209° C., somewhat soluble in warm ether and alcohol. 
The other halides have not been obtained in a crystalline form. 

Tin tri-p-xylyl fluoride forms fine, microscopic needles, melting 
1 Aronheim, Annalen, 1878, 194, 145. 

^ Aronheim, Eer., 1879, 12, 609. 

* Goddard and Goddard, Trans, Chem. Soc„ 1922, 121, 253. 

J Chambers and Scherer, /. Amer, Ckem, JSoc,, 1926, 48, 1054. 

« Krause, Ber., 1918, 51, 913. ^ 

« Krause and R. Becker, Ben, 1920, 53, [BJ, 183, 
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ill a closed tube at 247° C. (corr.). It is somewhat soluble in boiling 
ether and boiling alcohol. The chloride crystallises from hot alcohol in 
compact columns, M.pt. 141'5° C., very easily soluble in benzene or 
chloroform, readily in boiling etlier, sjiaringly in hot alcohol, insoluble in 
cold alcohol. The bromide forms compact, six-sided crystals, M.pt. 
151 ° C. (corr.), and is more soluble than the chloride. The iodide yields 
colourless, clear, six-sided plates from ether-alcohol, M.pt. 159-5° C. 
(corr. ), less soluble than the chloride. 

Tin tricyclohexyl fluoride ^ is obtained by treating the base with 
dilute hydroiluoric acid, or the bromide with neutral potassium fluoride, 
in boiling aqueous alcoliolic solution. It is sparingly soluble in all the 
usual solvents. When heated with acetic acid it is converted into the 
(icefafc, six-sided ])risms, decomposing at 305° C. The chloride crystallises 
in prismatic plates, M.])t. 129° to 130° C., decomposing at about 286° C., 
and having a similar solubility to the bromide. With dry ammonia it 
forms (C8ilji):)SnC1.2NIl3, M.pt. 128° C. The bromide is obtained by 
adding the requisite (piantity of bromine to icc-coolcd tin Ictracyclo- 
lioxyh aiul removing the eyclohcxyl bromide which is formed by heating 
on si! boiling water-bath at 15 mm. The crude ])roduct is triturated with 
a little cold 04 ])cr cent, alcohol and rccrystalliscd from a little hot 
alcohol. It melts at 77° C., and decomposes at about 280° C. It 
crystallises in tliick jirisms, a centimetre in length, very easily soluble in 
benzene, chloroform, or ether, easily in hot alcohol. The iodide is pre- 
jjared from the tetraeyclohe.xyl compound by the action of iodine in 
benzene solution at room temperature. It crystallises from alcohol in 
colourless, six-sided plates, M.pt. 66° C., decomposing at about 290° C. 
In the dark the compound remains colourless, but becomes yellow on 
exposure to light. 

The hydro, ride is formed from the bromide by shaking its ethereal 
solution with an excess of 15 per cent, potassium hydroxide. From 
alcohol it forms six-sided columns which melt rather indefinitely at 
220° to 222" C. ' 

Tin tribenzyl chloride.*— The first preparation of this compound 
w’as made by adding stannic chloride (1 mol.) to ice-cold magnesium 
benzyl chloride (3 mols.) in dry ether, but the yield was poor. In 
Kippiug’s method tlic stannic chloride and magnesium are mixed in dry 
ether, i>rior to the addition of the benzyl chloride, this method giving 
a 60 per cent, yield. The crude product is recrystallised from acetone, 
and then from glacial acetic acid, until the melting-point is constant. 
It forms well-defined prisms, M.pt. 143° to 145° C., readily soluble in 
acetone, benzene, or chloroform, less so in ether or alcohol, and insoluble 
in water. With 1 mol. of iodine it reacts as follows 

JSn{CIl2C,H5)8Cl-l-2l3=Sn(CIl2CgHj)2Cl2-t-Sn(CH2CgH6)2l2"f2CeH5CH2l 


Aryl DerivaUves of the Types RjSnXj and RgSnXX'. 

Tin diphenyl dichloride, Sn(CgHs)2Ci;.»— Fonned : (1) By the in- 
teraction of tin tetraphenyl (1 mol.) and stannic chloride (1 mol.) in boil- 

» Krauso and Poldand, Bn., 1924, 57, IBJ, 535. . ^ 

« JPfeiflfer and Solmurmann, Ber., 1904, 37, 319; Smith and Kipping, Trans. Ohem. 
Soo., 1912, loi, 2553. 

• Aronheim, Annakn, 1878, 194, 145. 
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ing xylene. (2) Mercury diphenyl is mixed with an equal weight of 
stannic chloride, the mixture covered with light petroleum, and digested 
in a paraffin-bath for twelve hours. The whole is then poured into 
water, the petroleum drawn off, and the aqueous solution heated from 
85° to 90° C. on the water-bath. An oil separates out, and this on 
standing solidifies to a mass of white crystals of tin di})henyl dichloride. 
(8) By the interaction of tin tetraphenyl and thallic chloride.^ The 
compound forms colourless, triclinic prisms, M.pt. 42° C., B.pt. 883° to 
387° C., with partial decomposition. It is easily soluble in ether, 
alcohol, or petroleum, sparingly soluble in water, but tends to decompose 
in the latter. With strong acids it yields stannic chloride and benzene. 
If the aqueous solution from which the above tin diphenyl dichloride is 
obtained is heated for a long period, tin diphenyl hydroxychloride and 
tin diphenyl oxide are formed. They may be converted to the dichloride 
by treatment with hydrochloric acid. For the difluoride, see p. 826. 

Tin diphenyl hydroxychloride. — ^As indicated above, this ])rodu(*t 
is obtained by the action of water on the dichloride. It melts at 1 <S7° C'., 
and at higher temperatures develops an odour of diphenyl, gives the 
dichloride on warming with concentrated hydrochloric acid, and forms 
acid and basic salts of the type SnPh 2 ClX, these readily being ])roducod 
by the action of hydrogen chloride, bromide^or iodide. The hydroxy- 
chloride is an amorphous powder, which is insoluble in the usual organic 
solvents. 

Tin diphenyl chloro -iodide, ^ Sn(C 6 N 5 ) 2 ClI. — ^The best yield is 
obtained by treating the chloride with hydrogen iodide : 

Sn(CeH5)2Cl2+HI=HCl-fSn(Cen5)2ClI 

It crystallises from anhydrous ether in transparent prisms, M.pt. 69° C., 
water or heat rapidly decomposing the compound. The corresi)onding 
chlorobromide, M.pt. 39° C., is easily soluble in alcohol, ether, carbon 
bisulphide, or ligroin, but some difficulty is encountered in getting the 
body to solidify. 

Tin diphenyl dibromide. — Formed by the action of hydrogen 
bromide on ' tin diphenyl oxide, the oil solidifying instantly on the 
addition of a crystal of the chlorobromide. The compound has been 
more recently prepared by the direct bromination of tin tetraj)hcnyl.® 
It resembles the chlorobromide in properties, and melts at 88° C. Tin 
diphenyl di-iodide does not appear to be stable, the reaction taking the 
following course : — 

1. Sn(CeH5)20-+-2HI=Sn(CeH5)2l2+H20 

2. Sn(CeH5)2l2+2HI=Snl4+2C6He 

Tin diphenyl oxide.^^ — When the corresponding chloride or hydroxy- 
chloride in aqueous solution is digested with alkalies, or alcoholic or 
aqueous solutions of the chloride are treated with potassium or sodium 
hydroxides, ammonia or ammonium carbonate, the oxide is precipitated 
as a white powder, which resembles the hydroxychloride in solubility and 
properties. It does not melt, and decomposes without fusion on heating. 

Tin diphenyl diethoxide, Sn(CeH 5 ) 2 (OC 2 ll 5 ) 2 .— If sodium ethyl- 

1 Goddard, Ashley, and Evans, Trans. Ghem. Soc., 1922, I 2 i, 978. 

2 Aronheint, Annalen, 1878, 194 , 146. 

« Chambers and Scherer, J. Amer. Chem. Soc., 1926, 48 , 1064. 

^ Aronheim, loc, cit. 
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ate be treated with tin diphenyl dichloride a precipitate is immediately 
thrown down. This consists of tin diphenyl oxide and sodium chloride, 
and if it be filtered off, and the filtrate evaporated, small white crystals 
of the ethoxide are deposited. These are best purified by repeated 
solution in alcohol and evaporation over sulphuric acid. The reaction 
is represented tlius : 

1. Sn(CeH5)2Cl2+2NaOC2Hs=2NaCl+Sn(C6H6)2(OC2H6)2 

2. Sn(CeH5)2C]2+2Na0C2H5=2NaCl+Su(C«H5)20+(C2H5)20 

Tin diphenyl aminochloride, Sn(C 6 Hs) 2 NH 2 Cl, is formed as a 
by-product in the preparation of tin tripheuyl chloride from tin di- 
phenyl chloride by the action of ammonia. When treated with water 
it is decomposed into tin diphenyl hydroxychloride and ammonia. 

Tin dibenzyl dichloride. ^ — ^When tin tribenzyl chloride (1 mol.) 
is dissolved in carbon tetrachloride, and iodine (1 mol.) added in small 
quantities, the following reaction ensues : — 

2Sn(CH.2C«H5)3Cl-t-2l2=Sn(CH2CeH5)2Cl2-}-Su(Cn2CeIlB)2l2 

+ 2 C 3 H 5 CH 2 I 

By suitable treatment this mixture is then converted to chloride, 
which is easily soluble in alcohol, acetone, etlier, chloroform, carbon 
tetrachloride, or boiling acetic acid, sparingly soluble in hot, light petro- 
leum. It forms long needles, M.pt. 163° to 164° C. Tin dibeiizyl di- 
iodide is more soluble in cari)on tetrachloride than the corresponding 
chloride, so that it can be obtained from the mother-liquors from which 
the chloride has been deposited. It is also formed when tin dibenzyl 
oxide is dissolved in hot acetone containing hydrogen iodide. The 
compound crystallises in long, silky, yellow needles, M.pt. 86° to 87° C. 
The dibromide is formed from the oxide in a similar manner to the iodide. 
It is more soluble than the chloride, and crystallises in colourless 
needles from light petroleum, M.pt. 103° C. 

Tin dibenzyl diacetate is deposited from tlie solution obtained by 
dissolving tin dibenzyl oxide in glacial acetic acid. It forms long, 
colourless needles, M.pt. 130° to 137° C., readily soluble in acetone, 
chloroform, alcohol, or benzene. 

Tin dicyclohexyl difluoride * is prepared from the dibromide or 
dichloride by adding the calculated amount of neutral potassium fluoride 
in aqueous alcoholic solution. It is a fine, white, crystalline powder, 
difficultly soluble in all solvents with the exception of hot acetic acid, 
from which it crystallises in bushy needles, M.pt. 278° C., with previous 
sintering. The dichloride is obtained from the dihydroxide by long 
warming with concentrated hydrochloric acid. It crystallises from 
benzene in colourless needles, M.pt. 88° to 89° C., which sometimes are 
a centimetre in length. When molten, it becomes turbid at about 220° C., 
and decomposes with rise of temperature. The dichloride, like the di- 
bromide,’ is hydrolysed by a large bulk of water. Prolonged boiling of 
tin tetracyclohexyl in chloroform or carbon tetrachloride solution with 
the calculated quantity of bromine yields the dibromide, which crystal- 
lises in needles, M.pt. 58° C. It is very really soluble in chloroform, 
benzene, or carbon tetrachloride, sparingly in alcohol or ether.® The 

* Smith and Kipping, Trms, Chem, JSoc,, 1912, loi, 2563. 

* Krause and Pohland, Ber,, 1924, 57 , [B], 635. 

‘ See Griittner, Ben, 1914, 47 , 3257. 
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di-iodide is a snow-white, crystalline powder, M.pt. 4<2° C.^ Ilea ted in 
a sealed tube it ^ives a clear liquid at about 250° C., at 253° C. it becomes 
cloudy and cliai^i^cs to dark red, and above 300° C. becomes black. The 
dihydro, vide is formed by the hydrolysis of the di bromide, and a basic 
bromide is not obtained. The dihydroxide is a white, amorphous j^owder, 
insoluble in water and the usual organic solvents. It discolours towards 
280° C., sinters at 287° C., and is completely decomposed at 201 ° C*. 

Aryl Derivative of the Type Alk.Ar.SnX 2 - 

Tin ethyl phenyl dichloride, ^ Su(C 2 H 5 )(C 6 H 5 )Cl 2 . is prepared by 
the action of stannic chloride on bin triethyl phenyl. It forms rlu)inbic 
plates, M.pt. 45° C., easily soluble in ammonia and alcohol, but with 
difficulty in water or dilute hydrochloric acid. 

Aryl Derivatives of the Type R 2 Sn.® 

Tin diphenyl. — To the Grignard solution from 75 grams of bromo- 
benzene in 400 c.c. of ether, 15 grams of anhydrous, finely [)owdered 
stannous chloride are added, the mixture being shaken, ice-cooled, and 
dry nitrogen gas passed in. The solution first becomes dec]) reddish- 
brown, and as the reaction proceeds a golden yellow, amorj)hous powder 
separates out. After one hour at room temperature the mixture is 
gently warmed for ten minutes, all operations being conducted in a 
nitrogen atmosphere. The product is then decom])osed by i(»e, and 
shaken with benzene, and the benzene-ether layer removed, dried, and 
evaporated in vacuo to about 70 c.c. The deep red solution is shaken 
with alcohol, tin diphenyl being precipitated as a yellow powder. This 
may be purified by solution in benzene and precipitation with alcohol, 
the final product being washed with alcohol, then rapidly with a little 
ether, and dried in vacuo over phosphorus pentoxide. Yield 10 grams, 
64 per cent. It is a shining yellow, amorphous powxlcr, readily soluble 
in benzene and chloroform, easily in ether, and insoluble in alcohol. V^cry 
dilute benzene solutions are intense yellow to reddish yellow, and soon 
become turbid on exposure to air, owing to oxidation. In sunlight the 
benzene solutions become deep red and a briglit yellow precipitate 
separates. Dry tin diphenyl is oxidised in the air, becoming whiter 
Fuming nitric acid causes it to inflame, and alcoholic silver nitrate is 
reduced. It softens at 126° C., and melts to a dark red liciuid at 130° t*., 
from which tin separates at 205° C. When bromiiiated at - -25° C. in 
chloroform solution an oil is produced, and this, with aqueous alcoholic 
potassium fluoride solution, gives tin diphenyl difluoride, quadratic 
columns, melting above 360° C. It is slightly soluble in alcohol or benzene. 

Tin di-p-tolyl is an orange-yellow, amorphous powder, softening at 
109° C., and melting to a clear, dark red liquid at 111*5° C.; on further 
heating it becomes turbid, and tin separates out at 245° C. It dissolves 
in benzene in all proportions, readily in ether, but is insoluble in alcohol. 
The solutions resemble potassium dichromate in colour, and blacken 
alcoholic silver nitrate. It is not so readily oxidised in air as the phenyl 
compound. 

^ Gruttner, M.pt. 146° 0. 

* Ladenbutg, Anncden, 1871, 159 , 261. 

® Kjausft and R. Becker, Ber,, 1920, 53, [B], 183; Chambers and Scherer, */. Amer, 
Chem, 3oc„ 1926, 48 , 1054; see p. 329. 
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Tin di-p-xylyl has similar properties to the preceding compounds. 
It sinters at 155° C., forms a deep red liquid at 157° C., and decomposes 
at 240° C. 

Tin di -cyclohexyl ^ is an intense yellow, odourless powder, very 
easily soluble in benzene, soluble in ether, and insoluble in absolute 
alcohol. In very dilute benzene solution it is citron yellow. When 
heated in absence of air it becomes deep orange-yellow at 130° C., and 
melts to a ruby red liquid at 176° to 178° C., darkening at 260° C., and 
decomposing at 285° C. 

Tin di-a-naphthyl is prepared in the usual manner, 30 grams of 
a-bi*omonaphthalene and 5 grams of stannous chloride giving 8 grams 
of tin dinaphthyl, 73 per cent. It softens at 196° C., melts to a dark red 
liquid at 200° C., Jind decomposes at 255° C. 

Aryl Derivatives of the Types ArgSii-SnArg and AraSn.SnAlkg.^ 

Hexaphenyldistannane. — ^The preparation is carried out in the 
same manner as that of tin diphenyl, but instead of warming the product 
for ten minutes as stated in that })rei)aration, it is now vigorously boiled 
for three to four liours in a stream of nitrogen. The reaction product is 
decom])osed with water, extracted with benzene, and the latter solution 
separated off and dried. Hexaphenyldistannane may also be obtained 
by the reduction of tin tri]>henyl chloride in benzene-xylene solution 
by metallic sodium (yield 50 per cent.), or in alcoholic solution (yield 
65 per cent.). From benzene it contains 1-5 mols. of benzene of 
crystallisation, but from ether flat rectangular plates are deposited, 
from chloroform, pyramids. It is somewhat soluble in benzene, readily 
in chloroform, sparingly in ether or acetone, and insoluble in alcohol. 
It melts at 237° becomes yellow at 250° C., and decomposes at 280° C. 
It reduces silver solutions at —75° C. to black metallic silver. Bromina- 
tion at ' -30° C. produces tin tripheuyl bromide. 

Hexa-p-tolyldistannane is prepared by the treatment of tin tri-p- 
tolyl bromide with metallic sodium and alcohol. Yield 64 per cent. It 
crystallises from benzene in colourless, rhombic plates, easily soluble in 
benzene or ether, sparingly in alcohol. It melts at 143-5° C., becomes 
yellow at 285° C., and decomposes at 335° C. It has similar properties 
to tlie phenyl compound. 

Hexabenzyldistannane,® (CeIl5.Cll2):iSn.Su(CeIl5.Cn2)3, is pre- 
pared by heating tin tribenzyl chloride with sodium in toluene solution. 
It separates from acetone in colourless tablets, ]VI.})t. 147° to 148° C., 
readily soluble in hot acetone or benzene. Treatment with iodine in 
benzene solution yields tin tribenzyl iodide. 

Hexa-p-xylyldistannane^ is obtained from the bromide in 50 per 
cent, yield. It crystallises from benzene-alcohol in flat, rhombic plates, 
very soluble in benzene or chloroform, sparingly soluble in ether, and 
insoluble in alcohol. It melts at 196° C. (corr.), becomes yellow at 350° 
C., and decomposes at 368° C. 

Hexacyclohexyldistannane® is prepared from the bromide in 

^ Krause and Pohland, Ren, 1924, 57 , [B], 636. 

* Krause and Becker, he. ciU 
® Law, «/. Chem. 80c. t 1926, p. 3243. 
f Krause and R. Becker, loc. ciL 
« Krause and Pohland, loo. cU. 
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xylene solution, in 90 per cent, yield. It crystallises from hot xylene or 
benzene in six-sided plates, decomposing above 300® C. It is sparingly 
soluble in cold benzene or xylene, easily soluble on warming, and is in- 
soluble in alcohol or ether, 

Triphenyltrimethyldistannane,^ PhgSn.SnMe^. — Sodium tin tri- 
phenyl is treated with tin trimethyl bromide in liquid ammonia, when 
the product is immediately precipitated. It melts sharply to a clear, 
colourless liquid at 106® C., and shows no tendency to oxidise in air. 


Derivatives of Tin T^iphenyl,^ 

Sodium tin triphenyl, (C6H5)3SnNa. — Tin triphcnyl bromide is 
dissolved in liquid ammonia and the solution treated with metallic 
sodium. The reaction occurs immediately, the product being formed 
together with sodium bromide. The compound is a pale yellow, amor- 
phous powder, soluble in liquid ammonia, giving a pale yellow solution, 
and it dissolves to some extent in dry ether, ^^^len dry oxygen is 
passed through its solution in liquid ammonia, the solution cvai)oratcd 
and the residue extracted with hot benzene, tin triphcnyl hydroxide, tin 
tetraphenyl, and tin diphenyl oxide are formed. The reaction between 
sodium tin triphenyl and phenylmercuric iodide in liquid ammonia gives 
rise to tin triplienyl, sodium iodide, mercury, and phenylmercuric amine, 
CeH5.Hg.NH2, M.pt. 123-5® to 124® C. With sodium monochloracctate 
in liquid ammonia solution the reaction is as follows : — 


(C6H5)3SnNa+CH2Cl.COONa=(C6H5)3SnCH2COONa-fNaCl 


The tin compound thus formed crystallises in plates, M.pt. 122® to 
122-5® C., soluble m the usual organic solvents, save petroleum ether, and 
insoluble in water. It is best crystallised from 80 per cent, acetic acid, as 
the sodiuni salt is very soluble in water and undergoes hydrolysis. 

Tin triphenyl hydride is formed according to the following equation : 

(C6H6)3SnNa-fNH4Br=(CeH5)3SnIl+NaBr.+NII.j 


Fiv e grams of tin triphenyl bromide are placed in a reaction tube and 50 c.(‘. 
of liquid ammonia condensed upon it. Sodium is added gradually until 
a permanent blue colour is obtained (0-63 gram sodium). Ammonium 
bromide, 1-25 grams, is added, the colour disappears and a white precipi- 
tate forms. The ammonia is evaporated and the residue extracted witli 
ether. On evaporating the ether in an atmosphere of ammonia, a 
cloudy yellow oil and a white crystalline solid, M.pt. 229° to 232° C., are 
obtained. This solid is tin triphenyl^ and the liquid in an ammonia 
atmosphere boils at 173® to 174® C. at 6 mm. The latter is the hydride, 
which may be oxidised to tin triphenyl (M.pt. 232-5° C.) by passing dry 
oxygen through its solution in absolute alcohol for fifteen minutes. A 
w^te crystalline powder is obtained, which may be recrystallised from 

SmL “lust be conducted in an inert 

atmosphere, When the hydride is treated with sodium in liquid 

^onde IS added to the solution, tin triphenyl and sodium chloride 


4 1926, 48 , 2134. 

Chambers and Soberer, J, Amer» Chem. JSoc., 1926, 48 , 1066. 
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Tin diphenyl hydride is prepared in much the same way as the 
preceding compound, the reactions being carried out in liquid ammonia, 
and represented by the following equations : — 

(C6H5)2SnBr3+4Na=(C6H5)gSnNa2+2NaBr 
(C6H5)2SnNa2+2NH4Br=(CeH5)2SnH2+2NaBr+2NHs 
The compound forms as a dark brown precipitate. The ammonia is 
allowed partially to evaporate and dry ether added. The remainder of 
the ammonia is then evaporated, and by means of a eudiometer con- 
nected to tlie reaction tube, it is found that hydrogen corresponding to 
one molecular equivalent is evolved, i.e. the hydri& loses its hydrogen, 
yielding thi diphenyl. The latter compoimd by this process is obtained 
as a yellow solid, decomposing at 205° C., and readily soluble in organic 
solvents, except ethyl alcohol. In the solid state it is not readily oxi- 
dised in the air, but in solutions the oxide soon separates. This com- 
pound differs from that described by Krause ^ in its melting-point and 
reactivity towards oxygen (p. 326). 

Tin tctraphenyl reacts with sodium in liquid ammonia to form 
sodium tin triphenyl and disodium tin diphenyl, the amounts depending 
on the conditions of the experiment. 


Heterocyclic Syxtems containing Tin. 


These compounds are similar to the heterocyclic compounds of lead. 
Tin dimethyl or diethyl-cyclopentamethylene is obtained by the action 
of tin dimethyl- or diethyl dibromide or di-iodide on the magnesium 
com])oxmd of 1 : 5-dichloropentane with difidculty, and has the following 
constitution : — 



CHa— CH 
Cllg— CH 



CH 


2 


It is atialogous to the cyclohexanes, in which a carbon atom has been 
replaced by quadrivalent tin. The constitution of the body is com- 
])lctely (leterinined by scission with halogen and molecular weight deter- 
minations. By the action of two atoms of bromine in the cold the ring 
is partially split, and tin dicthyl-5-bromoamyl bromide obtained. 


Eh yBr 

Et/ ”xH2(CH2)3CH2Br 


The reaction is quantitative and analogous to that of the lead com- 
pound. 

By the action of etliyl magnesium bromide, the bromine atom bound 
to the tin is replaced by the ethyl group, with the formation of tin 
triethyl-6-bromoamyl. In absolute ether solution the reaction with 
magnesium goes quite easily, a 75 per cent, yield being obtained, the 
(6-triethylstannyl-n-amyl)-magnesium bromide. 


Et. yEt 

EK \CH2(CH2)sCH2MgBr 


giving with water, tin triethyl-n-amyl. 

1 Krause and R. Becker, Ber., 1920, S 3 , [B], 183. 
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By the action of lead trimethyl bromide on the magnesium com- 
pound of trimethyl-5-bromoamyl tin, l-trimethylstamiyl-5-trimethyl- 
plumbyl-n-pentanc is formed. 

Lead trimethyl bromide and tin triethyl bromide ^vitll the mag- 
nesium compound of 1 : 5-dichloropentane give bis-trimethyl})lumbyl-n- 
pentane and bis-triethylstannyl-n-pentane respectively. 

Tin diethyl -cyclopentamethylene, 

Et2Sn<(CH2)5 

To the magnesium compound from 112 grams of 1 ; 5-dichloropentane in 
400 c.c. of dry ether, 130 grams (half the calculated quantity) of tin 
diethyl dibromide are added in small portions with shaking. A violent 
reaction takes place and all the products pass into solution. After the 
reaction has subsided the whole is boiled for thirty minutes, the t‘ther 
distilled oft, and the residue baked on a boiling water-bath for one hour. 
The mass is decomposed with water, the ether layer separated, washed 
with water, and dried over calcium chloride. Removal of the ether gives 
an oil, which is fractionated under reduced pressure in a stream of carbon 
dioxide. The fraction distilling at 98° to 304° C., after several distilla- 
tions at 14 mm. pressure, gives a constant boiling fraction at 05° C. 
Yield about 25 grams. The compound is a thin, colourless oil having 
a pleasant smell, resembling pine-leaf extract. In absence of air it may 
be kept for a month, but in the course of a day becomes turbid in air, 
depositing a white resin. 

Tin diethyl-5 -bromoamyl bromide, 

/(CH,)5Br 

Et2Sn<^ 

\Br 

A solution of 12*3 grams of the preceding compound in 50 c.c. of ethyl 
acetate is cooled in ice and treated dropwise with 8 grams of bromine in 
25 c.c. of ice-cold ethyl acetate, the mixture being frtHjuently sliaken. 
When all the bromine has been added, the ethyl acetate is distilled off, 
and the oil fractionated in carbon dioxide. The fraction, ILpt, 380° to 
192° C. at 16 mm., gives a thick, colourless oil, B.pt. 190‘5° C. at 16 inm. 
Yield quantitative. The bromine atom bound to the iiii may be 
removed by treating the alcoholic solution of the substance wi th alcoholic 
silver nitrate containing some nitric acid. The second bromiiu' atom 
is estimated by the method of Carius. 

Tin triethyl-5 -bromoamyl, Et 3 Sn.(CH 2 ) 5 Br. — Fifteen grams of 
tin diethyl-5-bromoamyl bromide in 200 c.c. of ether are added to the 
Grignard solution from 25 grams of ethyl bromide in 100 c.c. of ether. 
The reaction is completed by boiling the mixture for five minutes. 'J'he 
mass is decomposed with water, and the ether layer separated and dried. 
Distillation in a carbon dioxide atmosphere yields an oil, B.pt. 155*5° C. 
at 15 mm. Yield quantitative. It is a colourless, thin, air-stable, 
almost odourless oil. 

Tintriethyl-n-amyl, and 1 : 10-Bis-triethylstannyl-n-decane, 
Et 3 Sn.(CH 2 )io-SnEt 3 , — ^Magnesium powder, 1-5 grams, is cauterised with 
0-5 gram of ethyl bromide in 10 c.c. of ether. The ether is then poured 
off and the powder treated several times with ether, the latter being 
decanted off. A solution of 10 grams of tin tricthyl-S-bromoaxuyl in 
40 c.c. of ether is then added to the powder and a violent reaction takes 
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place. This is completed by two hours’ boiling. The ether solution is 
then poured off, decomposed with water, and the ether layer separated 
and dried. The solution is now distilled in carbon dioxide under 
reduced pressure. At 111'^ C. at 15 mm. G grams of tin trictliyl-n-amyl 
are obtained, and at 217° to 249° C. at 15 mm. 2 grams of 1 : 10-bis-tri- 
ethylstannyl-n-decane. The latter is a colourless, odourless oil. 

Tin diethyl -n -amyl bromide is obtained as a colourless, thick, 
unpleasant smelling oil, by adding the requisite quantity of bromine in 
ethyl acetate to tin triethyl-n-amyl. 

Tin dimethyl -cyclopentamethylene is prepared in the same 
manner as the corresponding ethyl compound, which it resembles in 
properties. When treated \vith bromine it yields tin dimethyl- 5-bromo- 
amyl bromide, a colourless, air-stable, somewhat viscous, pungent oil 
of unpleasant odour. 

Tin trimethyl -5 -bromoamyl, prepared in the usual way, is a 
colourless, thin, air-stable oil, having an odour resembling the tin 
alkyls. 

1 : 5-Bis-triethylstannyl-n-pentane, Et 3 Sn.(CIT 2 ) 5 -SnEt 3 . — 
Fifty grams of tin tri ethyl bromide are added to the Grignard solution 
from 15 grams of 1 : 5-dichloropcntane in 150 c.c. of ether. The re- 
action takes place smoothly and is completed by three hours’ warming ; 
the solution is dccom})oscd with water, the ethereal layer dried and the 
solvent removed. At 14 mm. the product distils at 204° to 20G° C., 
further distillations giving a pure compound at 205*5° C. Yield 12 
grams. 


Derivative containing Tin and Lead* 

l-Trimethylstannyl-5-trimethylplumbyl-n-pentane, Mc^Sn, 
(CIla) 6 .PbMc 3 .- --The magnesium compound from 9*2 grains of tin tri- 
methyl-5-hromoainyl in 50 c.c. of ether is shaken with 9*S grams of lead 
trimethyl bromide. A smooth reaction takes place and all the product 
dissolves. The whole is boiled for thirty minutes and decomposed with 
water. To remove the excess of lead trimcthyl bromide, the ethereal 
solution is twice shaken with 20 per cent, potassium hydroxide and 10 
per cent. sulj)huric acid, and the precipitated lead trimethyl sulphate 
filtered off. The ethereal solution is then washed with water, dried over 
calcium chloride, and the ether distilled off. The oil remaining, when 
distilled under reduced pressure gives 7 grams of product at 104° C., 
this after several distillations yielding 4*5 grams of the required com- 
pound as a thick, colourless oil, B.pt. 162° C. at 17*5 mm. 

The physical constants of the above compounds are shown in Table 
XVIII. of the Appendix. 



CHAPTER XIV. 


ORGANOMETALLIG DERIVATIVES OF LEAD. 

A PEBiOD of seven years elapsed after the preparation of the first tin 
organic compound before a derivative of lead was obtained. In 1830 
Buckton isolated lead tetraetliyl by the interaction of zinc ethyl and 
lead chloride. A number of investigators then worked upon this coni- 


Tabij. I. 
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pound together with lead tetrainethyl, and produced many derivatives 
of the type RgSnX (R=alkyl; X=acid radicle). It is, however, 
within the last ten years that the majority of the products recorded in 
this chapter have been made. The bulk of the work centres round 
mixed alkyl or aryl compounds, or combinations of the two. The 
above tables have been drawn up to show the main reactions carried 
out. In I. the lead alkyls are illustrated by making use of some ethyl 
derivatives, and in II. phenyl compounds are used. The heterocyclic 
compounds of lead are similar to those of tin. 

Alkyl Derivativef} of the Type R^Pb. 

Lead tetramethyl, Pb(CH 3 ).i.— This may be prepared by the inter- 
action of a sodium-lead alloy (20 per cent, sodium) and methyl iodide,^ 
or from lead chloride and zinc methyl.^ It has more recently been 
obtained by the Grignard reagent, from magnesium methyl chloride and 
lead chloride.® The compound is a liquid boiling at 110° C., melting at 
— .27-5° G., insoluble in water, but readily soluble in alcohol or ether. 
The following physical constants have been determined : density 2-034* ; 
1-0951 ; uk — n(* 0*01881. Treatment with hydrochloric acid or iodine 
removes one of the methyl groups, giving a lead trimethyl halide. 

Lead tetraethyl is isolated in a similar manner to the above methyl 
eomi)ound, from sodium-lead alloy and ethyl iodide* or from lead 
chloride and zinc ethyl.^ A simpler method than the foregoing is 
carried out as follows : ® Twenty grams of ethyl iodide and 3 grams of 
magnesium are allowed to react in dry ether, and 10 grams of lead 
dichloride added, the whole then boiled for one hour. The mixture is 
then decomposed with water, the ether layer removed and dried over 
calcium chloride. After distilling off the ether, lead tetraethyl remains 
as a colourless oil, boiling with decomposition about 200° C., but un- 
dccomposed at 91° to 02° C. at 19 mm. or 83° C. at 13 mm. It has 
recently been obtained in 90 per cent, yield by the interaction of zinc 
diethyl and lead chloride.'^ The compound is insoluble in water, but 
miscible with ether. One ethyl group is split off by the action of hydro- 
chloric acid or iodine, and sulphur dioxide yields diethyl sulphone. 
The compound is now used industrially for mixing with the fuel of 
explosion motors, as it allows greater compression without the danger 
of self-ignition.® Physical constants : density, 1-62 ; 1-6591 ; 1-64296 
at 22-4° C., tiu 1-50934, ni, 1-51417, 1-53430, np-no 0-01750. 

Lead tetra-n -propyl is obtained by the interaction of magnesium 
propyl bromide and lead chloride. Density 1*4419 ; n^—nc 0-01566. 

Lead tetra-sec-propyl is a highly mobile liquid, B.pt. 120-0° C. at 
14 mm., having a density 1-4578 at 12° C, 

Lead tetra -isobutyl occurs as white plates, M.pt. —23° C., 
density 1-3240 at 20-2° C. 

Lead tetra-isoamyl has a density of 1 -2332 at 20-5° C. 

^ Cahours, Anmlen^ 1862, 122 ^ 67. 

® Butlerow, Jahmber,, 1863, p. 476. 

® Griittner and Krause, Ber,, 1916, 49, 1415. 

^ Ghira, Gazzetta, 1894, 24, i. 44. 

« Buokton, Annakn, 1869, 109, 222 ; 1861, 112, 226 ; Trankland and Lawrance, 
Trans. Ohem. Boc., 1879, 35, 246. 

® Heiffer and Truskier, Bsr., 1904, 37, 1128. 

^ Meyer, Ohem, News, 1926, 131, 1. 

® JoHbois and Normand, Oompt r$nd,, 1924, 179, 27. 
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Alkyl Derivatives of the Type RgPbll'.^ 

The method of preparation of this type of compound consists in 
treating lead trialkyl halides with magnesium alkyl halides, the reaction 
proceeding smoothly, and giving 90 to 95 per cent, yields. These bodies 
are colourless, easily mobile, and extraordinarily volatile-^the tri- 
methyl series at ordinary pressures soon becoming mideeomposcd boiling 
liquids, and in the pure state they can be kept in contact with air for 
a month without decomposing, provided that the light is excluded. In 
sunlight or direct daylight, however, they soon give brown precipitates, 
and the sepaxation of metallic lead has been noticed. To ensure the 
production of pure compounds, the Grignard reagent must only be in 
slight excess, and the trialkyl lead Iialide must be free from lead halide. 
The separation of the mixed lead alkyls from their reaction ))roducts is 
carried out simply in the following manner : At the first distillation, 
the compounds of the triethyl series come over almost entirely, and the 
first and second runnings are quite distinct within a few degrees. These 
mixed compounds resemble the simple lead alkyls in their properties, 
and at very low temperatures solidify to glassy, amorphous masses. 
They immediately reduce alcoholic silver nitrate, and with halogens all 
the compounds, with the exception of lead methyl triethyl, split off a 
methyl or ethyl group. The compounds thus formed of the type 
Me 2 .Alk.Pb.Hal., form important starting-points for the preparation 
of mixed lead tetra-alkyls of the types Meg-Pb. Aik. 2 and Me 2 .Pb.Alk'. ;\lk. 
The bodies are highly poisonous, and possess a fruity smell, sometimes 
resembling raspberries, but the smell may be concealed by certain 
radicles, such as the isoamyl. 

Lead trimethyl ethyl. — ^To the magnesium compound from 13*5 
grams of ethyl bromide (0-125 mol.) in absolute ether, 28-8 grams 
of lead trimethyl chloride or 83*2 grams of lead trimethyl bromide are 
added, and after the initial reaction has subsided the whole is heated 
for two hours on the water-bath. The thick paste thus obtained is 
decomposed by water, the flask being cooled in ice, and the ether separ- 
ated off. One quarter of the volume of the latter is distilled off, and tlie 
remainder fractionally distilled, the receiver being cooled in carbon 
dioxide-ether mixture. The yield is 85 per cent., and the compound 
boils at 27° to 28° C. at 10 to 11 mm. The product thus obtained is a 
colourless, mobile, and easily volatile oil, very inflammable, and yielding 
lead oxide on burning. 

The lead estimation is carried out as follows : The substance is 
dissolved in ten times its weight of carbon tetrachloride, cooled, and a 
large excess of a 10 per cent, solution of bromine in the same solvent 
added. The mixture is taken almost to dryness on the water-bath, then 
boiled a short time with a little absolute alcohol, and well cooled, the 
precipitate, which consists of pure lead bromide, being filtered on a 
Gooch crucible and washed with ice-cold alcohol. 

Lead trimethyl n -propyl is prepared by the interaction of lead 
trimethyl chloride or bromide and magnesium n-propyl chloride, when 
a 90, per cent, yield is obtained. In the vacuum distillation the receiver 
must be cooled to at least —10° C. to avoid loss, the properties of the 
body being the same as the above compound. 

1 Gruttner and Krause, Ben, 1916, 49, 1125. 
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The tbllowin^ijf bodies are obtained in a similar manner, the yields 
hein^ indicated : lead trimeiliyl n-huiyl (80 per cent..) ; lead triniethyl 
iavbiitijl (90 per cent.); lead irimeihyl isoamyl (80 per cent.). Sub- 
stitutinijj lead tricthyl cliloride or bromide for tlic triniethyl compound, 
the folio\vii\^ are isolated: lead methyl triethyl (90 per cent.); lead 
triethyl n-propyl (05 per cent.); lead triethyl isohciyl (92 per cent.); 
lead tricthyl isoamyl (9 h per cent.). 

The physical constants of the compounds are shown in Table XIX. 
of the Appendix. 

Lead tctra-alkyls containing one or two secondary radicles can easily 
be obtained by the action of lead alkyl mono- or dihalides on secondary 
magnesium alkyl halides, whilst those containing three secondary 
radicles arc derived i)rinmrily from the tetra-alkyls.^ Table XX. of the 
Appendix gives a list of these compounds, together with their physical 
constants. 

Jlln/I Derivatives of the Typo ILPbllg'. 

In the }')r(‘paraiion of these compounds it has been found advan- 
tageous to make a paste of the lead dialkyl halides, and then add this 
to the (irignard reagent. The properties of the compounds are similar 
to those described for the lead trialkyl alkyls. The simplest member of 
this series, lead clinndhyl diethyl, has given rise to some discussion 
regarding its ])hysical constants. It was prepared by the action of 
magnesium methyl iodide on lead diethyl chloride. Its properties are 
shown below : 

( Jriitfenor and Kranse : * 

B.pt. 51° 0. at 13 inm. ; deiwity, 1'7906 at 20° 0 . ; Hd 1*5177; nj.— no 0*01785 at 20° C. 

B.pt. 54° C. at 18 mni. 

Mollcr and Pfoiflor:’^ 

B.i>t. 52° C. at 14 mra. ; density 1*7851 at 20° 0. ; n,) 1-5164 ; n^-no 0*01832 at 20° C. 

Table XXL of the A]>pendix gives a list of the compounds made up 
to the present time together with their physical constants. 

Alkrjl Derivatives of the Type RgPbR'R". 

Halogen substitution products of lead alkyls with secondary alcoholic 
radicles have been isolated^ by the reduction of ketones at a lead 
cathode, when a mixture of stable and unstable lead alkyls is produced. 
The compounds containing one or more secondary radicles are produced 
In the usual way from lead alkyl mono- or dihalides. Since, however, 
the lead atom seems less firmly attached to a secondary than a primary 
group, the following compounds differ from the tetra-alkyls containing 
normal radicles. They arc unstable in air, and the secondary radicle 
is expelled by bromine at -75*^ C., even before a lighter group. If 
the compound contains two secondary groups, both are split off, whereas 
with normal radicles only one is removed at this temperature. 

Compounds of the above type, together with their physical constants, 
are shown in Table XXII, of the Appendix.^ 

^ Grilttnor and Krause, Ren, 1917, 50 , 278, 674. 

* Grtlttnor and Krauso, 1916, 49 , 1646. 

® Holier and Pfeiffer, Rer., 1916, 49 , 2441. 

^ Tafel, B&r.t 1911, 44 , $34. 

» Gxmnev mi Kralie, Rer., 1917, 50 , 202, 574. 
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Alkyl Derivatives of the Type RR'R"R"Tb.^ 

Lead methyl ethyl n-propyl n-butyl. — ^Lead dimethyl ethyl u- 
propyl is brominated at —75° C., when one methyl group is split off 
and the bromide formed. The latter is then treated with n-butyl 
magnesium bromide, the above compound being obtained in 90 per 
cent, yield. It has B.pt. 103° C. at 18 mm. ; density 1-5068 at 23-5° 
C. ; np 1-5072; np-nc 0-01607 at 22-4° C. 

Lead methyl ethyl n-propyl isoamyl is prepared from the 
bromination product of lead diethyl propyl isoamyl and methyl mag- 
nesium chloride in 85 per cent, yield. It boils at 115° C. at 15 mm. ; 
density 1-4792 at 21° C. ; nna 1-50189 ; no 1*50636 ; Uh/^ 1-51747 ; 
UHy 1-52720 at 21° C. 

Lead ethyl n-propyl n-bntyl isoamyl is obtained in 75 per cent, 
yield by treating the bromination product of lead methyl ethyl n- 
propyl n-butyl with isoamyl magnesium chloride. It boils at 144° C. at 
14 mm. ; density, 1-3699 at 23*3° C. ; iip 1-5028 at 21-5° C, ; nF-n() 
0-01478. 

Alkyl Derivatives of the Type RgPbX. 

Lead trimethyl chloride, Pb(CH 3 ) 3 CL^ — ^When hydrochloric acid 
reacts with lead tetramethyl, one methyl group is displaced, and the 
solution on cooling deposits glistening needles of the above compound. 
If the substance be recrystallised from water it appears in prisms. The 
body is somewhat soluble in boiling alcohol, and can be sublimed. It 
has been more recently prepared ^ by the chlorination of lead tetra- 
methyl at —60° C. in ethyl acetate solution. It is stated to be the most 
difficultly soluble of all the lead trialkyl halides, but easily soluble in 
ethyl acetate, and insoluble in light petroleum. It gradually sublimes at 
187° C., but more rapidly at 195° C. Lead trimethyl brornide is prepared 
by similar methods to the chloride, and forms white prisms from ethyl 
acetate, which sinter at 131° C. Lead trimethyl iodide is formed by the 
interaction of lead tetramethyl and iodine. It crystallises in colourless 
needles from alcohol, is sparingly soluble in water, and sublimes un- 
changed on heating. When the iodide is distilled with caustic alkali, 
lead trimethyl hydroxide is formed. The fluoride crystallises in needles, 
density 8-53 at 16° C., which explode feebly about 805° C.^ 

Lead triethyl chloride, prepared in the usual way, forms white 
needles, M.pt. 172° C.® The compound is easily soluble in alcohol and 
ether. The bromide crystallises from ether in needles, M.pt. 103° to 
104° C. ; but the iodide is an oil, and has not been obtained in a pure 
state.^ 

Lead triethyl hydroxide may be obtained from the chloride by 
means of alcoholic potassium hydroxide ; it is strongly alkaline, difficultly 
soluble in water, and readily forms salts. Lowig isolated the sulphate^ 

1 Griuttner and Krause, jBen, 1917, 50, 209. 

8 Cahours, AnnaUn, 1862, 122, 48. 

3 Griittner and Krause, Ber,, 1916, 49, 1415. 

* Krause and Pohland, Ber., 1922, 55, [B], 1282. 

® Buokton, Anmlen, 1859, 112, 227; Pfeiffer and Truskier, Ben, 1904, 37, 1125 ; 
Griittner and Krause, he. dt ; Caliours, he. dt. 

® Lowig, AnnaUn, 1863, 88, 318; Klippel, I860, p. 381 : vraht. Ohem.^ 

1860, [I], 81, 286. 
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which crystallises in octahedra, insoluble in water, alcohol, or ether, and 
the nitrate, which is easily soluble in alcohol or ether. The following 
derivatives are also known : the carbonate, a crystalline powder, in- 
soluble in water, with difficulty in alcohol or ether ; the thiocyanate, 
which crystallises from ether, soluble in water or alcohol ; the cyanide, 
prisms from ether, insoluble in water, soluble in alcohol, decomposing 
with explosion and separation of metallic lead when heated; the 
phosphate, soluble in the above solvents ; the formate, acetate, butyrate, 
ojualate, and ditaHrate, all of which arc easily soluble in water, alcohol, 
or ether. Two double salts of lead triethyl chloride are also known, 
PbEtjjCLIIgCIa and 2 PbEt 3 CLPtCli, the latter being difficultly soluble 
in water, but easily in alcohol or ether. The Jlmride crystallises in 
prisms, density 2*48 at IG'^ C., decomposing about 240^" C. 

Lead tri-n-propyl chloride,^— Twenty grams of n-propyl iodide 
in dry ether are treated with 2*7 grams of magnesium, and after the latter 
has dissolved, 2 grams of lead chloride are added in small portions, and 
the mixture boiled for two hours. After decomposition with water the 
ether layer is separated off, and dried over calcium chloride. Into the 
well-cooled ether solution, which now contains lead tetra-n -propyl, dry 
hydrogen chloride is ])asscd, until a precipitate begins to appear. The 
ether is then separated off, and the residue dissolved in alcohol, and after 
taking this to dryness the residue is crystallised from alcohol or ligroin, 
when llat, colourless needles are obtained, M.pt. 137® C. The compound 
is sparingly soluble in water, more soluble in alcohol, ether, chloroform, 
benzene, or ligroin. It doCsS not combine with pyridine, but when shaken 
with moist silver oxide, lead tri-n-propyl hydroxide is obtained. The 
latter compound absorbs carbon dioxide from the air, and yields salts 
witli acids. With hydrogen bromide the bromide is obtained, which 
crystallises in needles, M.pt. 82® C., and has the same solubility as the 
chloride. The sulphate, from sulphuric acid and the hydroxide, is easily 
soluble in water, but insoluble in the usual organic solvents. Its solu- 
tion in concentrated sulphuric acid soon becomes turbid, at the same 
time emitting numerous small bubbles. The compound decomposes 
when heated, before melting. The acetate crystallises in colourless 
needles, M.pt. 116® C., soluble in the usual organic solvents. The 
fluoride crystallises in bushy needles, density 1*56 at 18® C., exploding 
at about 235° C. 

Lead tri-n-butyl chloride is obtained from magnesium butyl 
iodide, and lead chloride, the product being treated with hydrogen 
chloride as above. It forms colourless, flat needles which melt to a clear 
liquid at 109® to 110® C., and have a similar solubility to the propyl 
compound. The hydroxide is prepared by dissolving the^ chloride in 
aqueous alcohol and shaking with silver oxide. The solution in water 
has an alkaline reaction, and absorbs carbon dioxide from the air. 
When treated with hydrogen bromide a white precipitate of lead tri-n- 
butyl bromide separates, which may be recrystallised from ether or 
chloroform. 

Lead tri-isobutyl chloride® melts at 122° C. without decomposition; 
the bromide has M.pt. 107° to 108° C. ; the iodide forms yellow plates, 
which decompose when heated ; the fluoride forms prisms, decomposing 
at about 280® C. and having a density of 1*50 at 17® C. 

^ Heiifer, Truskier, and Disselkamp, B&r., 1916, 49, 2446. 

* Grtittner and Krause, Ren, 1917, 50, 278, 

VOli. XI, : I. 
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Lead tri-isoamyl chloride.^^ — ^This compound is stated to be 
crystalline, but no melting-point is given. The bromide sinters at 129® 
C. and melts at 132° to 133° C.; the iodide, which was originally obtained 
by heating sodium-lead alloy with isoamyl iodide, and treating the 
reaction product with iodine, crystallises in yellow plates, which arc 
insoluble in water, and with difficulty in alcohol or ether. It forms an 
addition product with mercuric iodide, Pb(C 5 Hii) 3 LHgl 2 - The free 
base, lead fri-isoamyl hydroxide, is prepared from the iodide by means oJ’ 
silver oxide. The fluoride forms long, colourless needles, density l-4() 
at 17° C,, decomposing at about 251° C. . 

Alkyl Derivatives of the Type RgPbXg. 

Lead dimethyl dichloride, ^ Pb(CH 3 ) 2 Cl 2 . — ^When lead tetra- 
alkyls are treated with halogen at —20° C. two alkyl groups are re- 
moved. The dichloride is practically insoluble in most organic solvents, 
and has a strong acid reaction in warm water. The oxide dissolves in 
weak acids and in caustic alkalies. The sulphide is soluble in hydro- 
chloric acid or ammonium sulphide, insoluble in acetic acid, but the 
chromate is soluble in the latter. The dibromide has similar properties 
to the dichloride, and a di-iodide has also been prepared. 

Lead diethyl dichloride may be prepared as above or from lead 
diethyl diphenyl by the action of hydrochloric acid or by thallic chloride.^ 
It crystallises from alcohol in pale yellow needles. The corresponding 
dibromide is prepared from lead ffiethyl diphenyl by the action of 
dry hydrogen bromide. It crystallises in glistening, yellow prisms, 
which become white on long standing in air, and arc decomposed by hot 
solvents. 

Lead di-n-propyl dichloride is more stable than most of the lead 
dialkyl dichlorides. In contact with water or alcohol at 30° C. it slowly 
splits off lead chloride, and when heated to 228° C. it decomposes. 

Lead di-isobutyl dichloride crystallises in white plates from hot 
alcohol, and the dibromide melts at 102° to 103° C. with decomposition. 

Lead di-isoamyl dichloride decomposes at 108° C., and the 
dibromide sinters at 93° C. 

Alkyl Derivative of the Type RgPbX'X". 

Lead di-isobutyl chlorobromide melts with sudden decomposition 
at 110° C. 


Alkyl Derivatives of the Type RR'PbXg.^ 

Lead methyl ethyl dichloride. — Twenty grams of lead trimethyl 
ethyl in 100 c.c. of ethyl acetate are chlorinated at —75° C., whereby 
the monochloride is obtained. This on chlorination without cooling 
yields the dichloride in quantitative yield. It is fairly soluble in warm 
water and alcohol and crystallises on cooling in hair-fine needles, which 
are not so well formed as those of lead dimethyl or diethyl dichlorides. 

1 Klippel, Jahresber,^ 1860, p. 381 ; Griittner and Krause, Ber,, 1917, 50, 278. 

^ Griittner and Krause, Ber., 1916, 49, 1416. 

3 MoUer and Keiffer, Ber,, 1916, 49, 2441 ; Goddard and Goddard, Trans. Chem. 
Soc,f 1922, 121, 482. 

* Griittner and Krause, Ber., 1917, 50, 209. 
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In pyridine or dimethylaniline it dissolves with extraordinary ease, and 
heat is evolved. The pyridine addition product crystallises from 
alcohol in centimetre needles, but lead chloride separates on keeping. 
The aqueous solution of lead methyl ethyl dichloride has a feeble acid 
reaction, and the compound is easily soluble in potassium hydroxide, 
sparingly in airnnonium hydroxide. Ilydrogen or ammonium sulphides, 
Irom neutral, feebly alkaline, or very dilute acetic acid solutions, pre- 
cipitate a white sulphide, soluble in hydrochloric acid or excess of 
ammonium sulphide. Potassium iodide solution gives a canary yellow 
di-iodide, insoluble in acetic acid, easily soluble in hydrochloric acid. 
With potassium chromate a bright yellow chromate is formed, easily 
soluble in acetic acid. 

Lead ethyl isoamyl dichloride is obtained in quantitative yield 
by chlorination of lead diethyl isoamyl chloride. It crystallises in 
jilatcs, s])aringly soluble in water, insoluble in ether, ethyl acetate, or 
benzene. 

Lead n-propyl isobutyl dichloride occurs in shining plates. 

Lead n-propyl isoamyl dichloride is obtained from lead methyl n- 
propyl isoamyl chloride, and crystallises from hot alcohol, in which it is 
easily soluble, in plates, insoluble in benzene, ether, ethyl acetate, or 
water. The sulphide may bo obtained in the usual way, and it is readily 
soluble in alcoholic ammonium sul])hide, sparingly in aqueous ammonium 
sulphide. 

Lead ethyl isobutyl dibromide forms a snow-white, fine powder, 
soluble in small <juantitics in warm alcohol. 

Lead n-propyl isobutyl dibromide crystallises from ether in 
glistening plates. The sulphide is pale yellow. 

Lead isobutyl isoamyl dibromide forms plates, M.pt. 95* C. 

Alki/l Derivaiives of the Type RgPb.^ 

Lead triethyl, EtjPb. — Sixty-five grams of lead triethyl chloride, 
covered -with 100 c.c. of distilled water, are treated with 40 c.c. of 5- 
Normal sodium hydroxide and the mixture stirred until solution is 
complete. Addition of 200 c.c. of 5-Normal sodium hydroxide pre- 
cipitates the lead triethyl hydroxide, which is separated. Sixty grams 
of the latter in 200 c.c. of 95 per cent, alcohol are electrolysed with lead 
electrodes, using a current density of 0-01 amperes per sq. cm. Lead 
triethyl forms as an oil at the cathode. It is pale yellow in colour, 
density 1-94, and readily oxidised in air, giving a yellowish powder. 
It may be distilled in steam, and at 2 mm. pressure it boils at 100° C., 
but it decomposes when distilled at ordinary pressure. It is still liquid 
at —80° C, In dilute solution it corresponds to the simple formtda, 
EtjPb, but at higher concentrations exists as EtgPbg, this property 
being similar to that of the corresponding aryl compounds. 

Aryl DerivaUoes of the Type RiPb. 

Lead tetraphenyl, Pb(C 6 Hs) 4 .— This body was first prepared ® from 
sodium-lead alloy, bromobenzene, and ethyl acetate by heating the 
mixture to boiling in an oil-bath for sixty hours. It is much more 

* Midgley, Hoohwalt,Jaiid. Oalingaert, J . Amtr. Chem. Soc., 1923, 4S> 1821. 

» Polis,,Ber., 1887, 20 , 716. 
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readily obtained by use of the Grignard reagent,^ the course of the 
reaction being represented as follows : — 

2PbCl2+4C6H5MgBr=Pb+Pb(C6H6)4+4MgClBr 

The following method of conducting the experiment is said to give a 
50 per cent, yield.^ To the Grignard solution from 12*15 grams of 
magnesium, 78*5 grams of bromobenzene and 200 c.c. of anhydrous ether, 
400 c.c. of dry benzene are added, and 63 grams of finely divided 
lead chloride in one lot. After boiling for eight hours, the whole is 
poured into hydrochloric acid containing ice, and then filtered. The 
solid lead tetraphenyl, etc., is boiled with 300 c.c. of benzene for a 
few minutes and then filtered, the cool filtrate yielding a crop of pure 
lead tetraphenyl. The crystals are removed and the filtrate used to 
make three further extractions of lead tetraphenyl. The benzene 
extraction liquor is then added to the ether-benzene layer which forms 
the filtrate when the Grignard reaction mixture is hydrolysed and 
filtered. Evaporation of these solvents yields 6 to 10 grams of lead 
tetraphenyl. The total yield is about 29 grams. 

Lead tetraphenyl crystallises in small, white needles, M.pt. 224° to 
225° C., which distil unchanged at about 240° C.® 

The body shows decomposition if heated above 270° C.^ and burns 
in air with a reddish flame and the separation of lead oxide. It is 
moderately soluble in chloroform, benzene, or carbon bisulphide when 
hot, and difficultly soluble in alcohol, ether, ligroin, or acetic acid. If 
heated in a sealed tube with hydrochloric acid decomposition occurs, 
lead tetrachloride and benzene being produced. By the action of 
halogens or concentrated nitric acid two phenyl groups arc split off, 
and a lead diphenyl dihalide or dinitrate formed. A similar action 
takes place with iodic acid, formic, acetic, trichloracetic, propionic, 
valeric, and p-nitrobenzoic acids.® With metallic chlorides the follow- 
ing derivatives are formed : arsenic trichloride — lead diphenyl 
dichloride and diphenyl arsenious chloride ; antimony trichloride — >* 
lead diphenyl dichloride and diphenylstibine chloride; antimony penta- 
chloride — lead diphenyl dichloride and diphenylstibine trichloride ; 
bismuth tribromide — lead diphenyl dichloride and diphenylchloro- 
bismuthine ; thallic chloride — lead diphenyl dichloride and thallium 
diphenyl chloride ; ® tellurium tetrachloride — ^ lead diphenyl dichloride 
and tellurium diphenyl dichloride. 

Lead tetraphenyl ^ crystals have been shown to belong to the tetra- 
gonal system, the axial ratio, a : c=l : 0-3808, the corresponding tin 
compound giving a : c=l : 0-38985, and silicon tetraphenyl, a:c = 
1 : 0-43969, the three compounds being isomorphous, the value of the 
principal axis decreasing with increase in atomic weight of the grouping 
element. 

Lead tetra-p-tolyl may be prepared by heating under reflux 120 
grams of p-bromotoluene, 300 grams of sodium-lead amalgam, 40 grams 
of toluene, and 4 c.c. of ethyl acetate for fifty hours in an oil-bath. 

^ Pfeiffer and Truskier, j3er., 1904, 37 , 1126. 

2 Gilman and Robinspn, /. Amer. Chem, Soc., 1927, 49 , 2316. 

® Zeobmeister and Csabay, Ber., 1927, 60 , [BJ, 1617. 

4 Polls, Ber., 1887, 20 , 716. 

® Goddard, Ashley, and Evans, Trans, Chem, Soc,^ 1922, 121 , 978. 

® Goddard and Goddard, Trans, Ohem. Soc,, 1922, 121 , 266. 

’ Polls, Joe, cit. 
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After subjecting this mixture to vacuum distillation the residue is 
extracted with hot benzene, the solution on cooling depositing white 
needles, from winch the ditolyl can be removed by treatment with 
alcohol. The colourless needles of the pure compound melt at 239° to 
240° (J. to a liquid which decomposes at 254° C. It is more easily 
soluble than the corresponding phenyl compomid in benzene, carbon 
bisulphide, or chloroform, and is difficultly soluble in boiling alcohol. 
Lead tetrabcnsyl is not obtained by tins reaction. 

Lead tetracyclohexyl, Pb(C«Hix) 4 .^^ — To a solution of 23 grams of 
magnesium cyclohexyl bromide in 100 grams of ether, 10 grams of 
dried lead chloride are added, the reaction going smoothly, and finely 
divided lead separating out. After six hours’ boiling the mixture is 
decomposed by very dilute hydrochloric acid, the ether removed, and 
the residue triturated with absolute alcohol, quickly dried, and crystal- 
lised from benzene. The compound separates in canary yellow plates, 
which slowly decompose with separation of lead at 200° C., and if rapidly 
heated to 225° C. explode.*^ 

Lead tetra-p-xylyl, Pb[{CH 3 ) 2 C 8 Hs] 4 .— This is isolated by treating 
the magnesium compound from p-bromoxylene (0'04 mol.) with tri- 
p-xylyl lead bromide (O-Ol mol.). The compoimd melts to a clear 
liquid at 255° C., but at 270° C. decomposes with the separation of 
metallic lead. It crystallises from benzene m plates, and is easily 
soluble in chloroform, with difficulty in ether, and insoluble in alcohol.* 

Lead tetra-a-thienyl is prepared in the same way as the correspond- 
ing tin compound. It melts at 154-5° C. (corr.).^ 


Aryl Derivatives of the Type RjPbR'. 

The general method of prepai-ation of these bodies is as follows : 
Fifty grams of lead triphenyl bromide is added in small quantities, with 
continual shaking, to an ice-cooled solution of one and a half times the 
calculated quantity of magnesium aryl bromide, in 400 c.c. of ether. 
When the reaction ceases the product is boiled for one to two hours under 
reflux, then cooled and decomposed with aqueous ammonium chloride 
solution. The ether layer is separated off, dried, and after evaporation 
tlie residue is recrystallised from alcohol or alcohol-ether.® 

Lead triphenyl p-tolyl forms hair-fine needles, M.pt. 125-5° C., 
decomposing about 260° C. 

Lead triphenyl p-xylyl, Pb(CeH 5 )s.C 8 HB, crystallises from dilute 
alcohol in needles, M.pt. 125-5° C. It is easily soluble in ether, benzene, 
or chloroform, slightly so in cold alcohol, more readily in hot alcohol. 

Lead triphenyl m-xylyl crystallises from alcohol in star-like 
groups of rod-shaped crystals, M.pt. 111-5° to 112° C. 

Lead triphenyl p-phenetyl crystallises from alcohol in fine, white 
needles, M.pt. 119° to 120° C. 

1 (Jratofi*, Rer., 1914, 47, 3267. „ 

* TJfads body has also been, obtained by the interaction of lead tncyclohexyl bromide and 
magnesium oyolohexyl bromide (ICrause, Ber., 1921, 54, [B], 2066). Krause states that his 
^aration became yellow at 130® 0., and blackened at 160®, and it crystallised in colour- 
less, rectangular plates, easily soluble in hot benzene, sparingly in alcohol. 

* Krause and Sokmitz, Ben, 1919, 52, [B], 2166. 

* Krause and Eenwanz, Ber., 1927, 60, [B], 1682. 

* Krause and Schmitz, Ben, 1919, S^, [B], 2160. 
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Lead triphenyl cyclohexyl, Pb(C 6 H 5 ) 3 .C 6 Hii, forms flat lancets, 
M.pt. 119° C. 

Lead triphenyl a-naphthyl crystallises from hot alcoliol in char- 
acteristic ilat, yellow, warty tufts of needles, M.pt. 101° C., which arc 
easily soluble in ether, benzene, or chloroform. 

Lead triphenyl p-phenoxyphenyl forms microscopic white 
crj’^stals, melting at 127° C. and decomposing at 260° C.^ 

Aryl Derivatives of the Type RgPbR'g. 

Lead diphenyl di-a-naphthyl, Pb(C(jH 5 ) 2 (CioH 7 ) 2 . — ^This is ob- 
tained as a snow-white, granular, crystalline powder by the interaction 
of lead diphenyl dibromide and magnesium a-naphthyl bromide. The 
product melts at 197° C., lead separating at a higher temperature, and 
it is soluble in ether, benzene, or hot alcohol. It reacts with thallic 
chloride according to the equation : ^ 

Pb(CeH6)2(CioH7)2+TlCl3=Pb(CeH5)2Cl2+Tl{CioIl7)2Cl 

Lead diphenyl di-o-tolyl.® — ^To a solution of 5*6 grams of o-bromo- 
toluene and 0*8 gram of magnesium in dry ether, 5 grams of lead 
diphenyl iodide are slowly added. After the reaction has subsided, the 
mixture is heated for half an hour on the water-bath, cooled, and 25 c.c. 
of toluene added, the whole then being decomposed with dilute 
hydrochloric acid. The toluene-ether layer is separated, the solvents 
removed, and the residue subjected to steam distillation to rcmo\’e 
the last traces of toluene. An oil is obtained which soon solidiiies to a 
yellow mass; this when crystallised from alcohol appears as white 
needles, sintering at 129° C., and melting at 134° to 135° C. It is readily 
soluble in cold chloroform and in hydrocarbons. 

Lead diphenyl dicyclohexyl may be prepared either by the inter- 
action of magnesium cyclohexyl bromide and lead diphenyl dibromidc or 
magnesium phenyl bromide and lead dicyclohexyl dibromidc. It forms 
pale yellow needles, M.pt. 178° to 180° C., the yellow liquid soon de- 
positing metallic lead. The compound is soluble in alcohol, benzene, 
carbon tetrachloride, or ethyl acetate.^ 

Lead diphenyl di-p-xylyl forms colourless, prismatic rods, M.pt. 
94° C., decomposing at about 250° C., easily soluble in benzene, chloro- 
form, or ether, sparingly in cold alcohol.® 

Aryl Derivatives of the Type Alk^PbAr. 

The general equation for the preparation of this type of compotind is 
as follows : — ® 

Alk 3 Pb.Hal+Ar.Mg.Hal=Alk 3 PbAr. -f-Mg.IIalg 

The lead trialkyl aryls are colourless, oily, strongly refracting liquids, 
having a faint, characteristic odour. They are insoluble in water, but 

1 Krause and Schlottig, Ren, 1925, 58, [B], 427, 

2 Goddard and Goddard, Tram. Chem. Soc,, 1922, 121, 485. 

® Lederer, Ben, 1916, 49, 349. 

* Gruttner, Ben, 1914, 47, 3257. 

^ Krause and Sohldttig, loc, cit 

« Griittner and Gruttner, Ben, 1918, 51, 1293. 
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miscible with the usual organic solvents. Under a pressure of 13 to 
16 mm. they boil without decomposition in a carbon dioxide atmosphere, 
the only exception being lead triethyl benzyl, which shows a separation 
of dibenzyl. The compounds decompose at 200° C. with separation of 
lead and feeble explosion, burning witli a reddish flame, and giving lead 
oxide. The trimethyl compounds are volatile in steam, and all the 
derivatives when treated with bromine in ethereal solution at —75° C. 
split off an alkyl or aryl group. 

The crude products are obtained from 0-2 mol. of lead trialkyl 
bromide, and 0-3 mol. of ethereal magircsium aryl halide, the mixture 
being boiled for several hours under reflux, then decomposed with water, 
the ethereal layer washed with 10 per cent, alkali, then sulphuric acid, 
and the ether distilled off. The bromination of these compounds at 
—75° C. is carried out by adding to an ethereal solution of the lead com- 
pound, a solution of bromine in the same solvent, until the colour of the 
bromine persists. Aryl bromide and lead trialkyl bromide result. In 
the case of lead triethyl benzyl, botli an alkyl and a benzyl group are split 
off, this being analogous to the action of bromine on lead alkyls con- 
taining a secondary alkyl group. A list of these compoimds is given 
in Table XXIII. of the Appendix. 

Aryl Derivatives of the Type AlkjPbArg. 

Lead diethyl diphenyl.^ — ^To the solution from 15 grams of ethyl 
bromide and 3 grams of magnesium in 200 c.c. of dry ether, 11 grams of 
lead diphenyl bromide (obtained by the aetion of bromine on lead tetra- 
phenyl) are added, the mixture being well shaken. The whole is boiled 
for an hour, cooled in icc, and decomposed with dilute hydrochloric acid. 
The ethereal layer is dried over calcium chloride, the ether evaporated off, 
and the residue distilled in vacuo at 20 mm. It is a colourless, very 
strongly refractive liquid, which shows partial decomposition when 
distilled, metallic lead separating out. Yield about 5 grams. 

When treated with hydrochloric acid or chlorine, two phenyl groups 
are split off, and with thallic chloride it reacts as follows : — 

Pb(CJIe)*(CeH5),-hTlCl,=Pb(C,H5),Cl2-l-Tl(CeH6),Cl 

The specimen of lead diethyl diphenyl used in this reaction distilled at 
182° C. at 1C mm.® 

Lead diethyl di-a-naphthyl ® crystallises from alcohol in white 
prisms, M.pt. 116° C., fairly soluble in ether. 

Aryl Derivatives of the Type RjPbX.^ 

Lead tripheuyl chloride. — ^When the precipitate obtained by 
shaking lead triphenyl iodide with alcoholic caustic alkali is treated 
with 50 per cent, aqueous hydrochloric acid, a quantitative yield of the 
above chloride is produced. This crystallises from alcohol in snow- 
white needles, which sinter at 204° C. and melt at 206° C. It has the 
same solubility as the bromide. 

' Holier and Pfeiffer, Ber., 1916, 49, 2441. 

* tioddard and Goddard, Trans. Chem. 3oc., 1922, I2I, 483. 

• Krause and Schmitz, Ber., 1919, 52, [B], 2160. 

« Qruttner, Bsr., 1918, 51, 1298 ; Krause and Schmitz, loc. cit. 
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Lead triphenyl bromide. — ^To absolution of 51*4 grams (0*1 moL) 
of finely powdered lead tetraphenyl in one litre of pyridine, cooled to 
—•50'^ C. by solid carbon dioxide, a similarly cooled solution of 0*2 moL 
of bromine in 200 c.c. of pyridine is added, without rise of temperature. 
An orange-coloured product which at first appears, gradually dissolves, 
and after an hour the whole is allowed to rise to room temperature and 
stirred. After filtering off the residue the solution is concentrated at 
110° C. at 16 mm., a nearly colourless mass being obtained. This is 
triturated with 100 c.c. of methyl alcohol, 100 c.c. of 10 per cent, hydro- 
bromic acid added, the whole filtered, and washed free from acid l)y 
water. After further treatment with methyl alcohol the product is 
practically pure, the yield being 90 per cent, of the theoretical. The 
compound crystallises from methyl alcohol in white, silky needles, 
sintering at 164° C. and melting to a clear liquid at 166° C., the latter 
slowly becoming turbid and lead bromide separating out. It is some- 
what soluble in hot ethyl alcohol, ether, or benzene, with difficulty in 
cold methyl alcohol or benzene, and insoluble in water. It dissolves in 
alcoholic sodium or potassium hydroxide, without forming a hydroxide. 
When rapidly heated it explodes, emitting a reddish light and depositing 
metallic lead. In the dry state it does not affect the mucous membrane 
of the nose to the same extent as the lead alkyl halides. 

Lead triphenyl iodide.^ — If the mother-liquors of the above 
bromide be treated with potassium iodide, and the product obtained 
crystallised from water, the iodide separates in pale yellow prisms, 
which sinter at 139° C. and melt sharply at 142° C. to a canary yellow 
liquid, which soon deposits lead iodide. It is difficultly soluble in hot 
methyl alcohol, and insoluble in water, and is distinguished from all the 
other lead aryl or alkyl iodides by its stability. It does not appear to 
yield an oxide with alcoholic sodium or potassium hydroxide, but a 
white precipitate is thrown down, this yielding lead triphenyl chloride 
with 50 per cent, hydrochloric acid. 

Lead triphenyl fluoride forms fine needles, decomposing about 
318° C. ; density 1*82 at 16*5° C. 

Lead triphenyl sulphide is obtained as a white, flocculent pre- 
cipitate by passing hydrogen sulphide into a concentrated alcoholic 
solution of the chloride. When freshly made it is remarkably soluble in 
organic solvents, and stable on heating. It is easily soluble in alcohol 
or ammonium sulphide, but not appreciably in water. 

Lead tri-p-tolyl fluoride.^ — ^A solution of the corresponding 
iodide is mixed with an aqueous alcoholic solution of neutral potassium 
fluoride, the fluoride being precipitated as a micro-crystalline powder. 
It crystallises from much hot alcohol in hair-like needles, decomposing 
at about 280° C. 

Lead tri-p-tolyl iodide^ is obtained by the action of iodine on 
lead tri-p-tolyl. It crystallises in pale yellow, prismatic spears, 2 to 3 
cm. long, melting at 115° C. to a clear yellow liquid, which decomposes 
at about 195° C. with separation of lead iodide. 

Lead tri-p-xylyl chloride. — ^Lead tri-p-xylyl is changed to the 
bromide, and this with potassium hydroxide yields the hydroxide, which 
is then treated with dilute hydrochloric acid. The chloride crystallises 

1 See Krause and Beissaus, J5er., 1922, 55 , [B], 897. 

2 Krause and Bohland, Ben, 1922, 55 , [B], 1288. 

® Krause and Beissaus, he. cit. 
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from alcohol in large, colourless, silvery, rectangular plates, M.pt. 
167*5° C., decomposing about 195° C. 

Lead tri-p-xylyl bromide.^ — ^AVhen lead tri-p-xylyl is bromin- 
ated in pyridine solution at —70° C., simple addition of the halogen 
occurs. The compound crystallises from hot alcohol in silvery, 
glistening })lates, M.pt. 177° C., to a clear liquid. It is easily soluble in 
benzene, chloroform, or hot alcohol. (It should be noted that bromina- 
tion of lead tri-p-xylyl in chloroform solution at —10° C. yields lead 
di-])-xylyl dibromidc.) 

Lead tricyclohexyl fluoride is obtained from the hydroxide by the 
action ol‘ hydrofluoric acid or from the iodide by neutral potassium 
lluoride. From Iiot alcohol small lancets are deposited, which decompose 
at about 1 98° C. Its density at 1 6*5°* C. is 1*79. 

Lead tricyclohexyl chloride.^ — The liydroxide is treated with 
dilute hydrochloric acid and the product recrystallised from hot alcohol. 
It forms ])ale yellow, hair-like needles, decomposing at 236° C. 

The bromide may be obtained in a similar manner or by direct 
bromination of lead tricyclohexyl in chloroform solution at —10° C. 
It crystallises in yellow^ ireedles, decomposing at 210° C. 

The iodide forms glistening, golden yellow, thick prisms, a centi- 
metre in lengtii. It melts at 91*7° C. and decomposes at 125° C. It 
is very soluble in benzene or chloroform, fairly soluble in ether or hot 
alcohol, sparingly in cold alcohol When shaken in benzene solution with 
30 per (*ent. ])otassium hydroxide it yields the hydroxide^ a white, amor- 
phous pow^der which has not been isolated in a crystalline form. 

Aryl Derivativen of the Type RgPbXg- 

Lead diphenyl dichloride, (C8ll6).2PbCl5j.®— This is obtained by 
])assing dry chlorine into a carbon bisulphide solution of lead tetra- 
phenyl ami warming the mixture, when a wlute precipitate appears, 
which is washed with carbon bisulphide to remove chlorobenzene. It 
may also be prepared by heating lead tetraphenyl with the chlorides 
of arsenic or antimony, bismuth bromide, thallic chloride or stannic 
chloride in xylene solution,^ A third method consists in treating the 
corresponding dinitratc with potassium chloride. Lead diphenyl di- 
chloride is insoluble in alcohol or ether, slightly soluble in chloroform, 
benzene, or carbon bisulphide. It decomposes on melting, and when 
treated with silver nitrate the chlorine is removed, giving the dinitrate. 
With pyridine it forms a molecular compound (CeH5)2PbCl2.4C5H5N.^ 

Lead diphenyl dibromide.®— By treatment of the dinitratc with 
potassium bromide, the dibromide is isolated as a white powder which 
decomposes on heating, but does not melt, and appears to be more 
soluble than the di-iodide. It may also be obtained by direct bromination 
of lead tetraphenyl in chloroform solution. The following addition com** 
pounds have been isolated, (C0H5)2PbBra.4C5n5N and (CgH5)2pbBr2. 
2NH8. The latter is formed when ammonia is passed through a U-tube 

^ Krause and Schmitz, Ber., 1919, 52 , [B], 2165. 

« Krause, Ren, 

* Goddard, i^hley, and Evans, Trans. Ohem, Soc., 1922, 121 , 978; Goddard and 

Goddard, 1922, 121 , 2^. ajAH 

» Pfeiffer, Truskier, and Disselkamp, Ren, 1916, 49 , 2446, 

® Polls, Ren, 1887, 20 , 716. 
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containing lead diphenyl dibromide, but by passing air over the com- 
pound the ammonia is split oft again. 

Lead diphenyl di -iodide. — Lead tetraphenyl in chloroibrm solution 
is treated with a solution of iodine in the same solvent, until a. permanent 
colour of iodine remains. The solution on evaporation gives golden 
yellow needles of the iodide. The same result is obtained by the action 
of potassium iodide on lead diphenyl dinitrate. The compound melts at 
101 ® to 103 ® C., and is easily soluble in chloroform, alcohol, or benzene. 
When its alcoholic solution is treated with silver nitrate, silver iodide and 
lead diphenyl dinitrate are formed. 

Lead diphenyl dinitrate, Pb(C6H5)2(N03).2,2H20. — ^When lead 
tetraphenyl is added to a boiling solution of nitric acid (density 1 * 4 ), 
two phenyl groups are split oft, and on cooling, the nitrate is deposited in 
small, glistening plates. These are purified by crystallisation from water 
containing nitric acid, the pure compound being fairly soluble in hot 
water or alcohol, and exploding on heating, without melting. When a 
hot aqueous solution of the nitrate is treated with ammonia, a white 
precipitate of the hasic nitrate is thrown down, Pb(C6H5)2(0H)N03. 
This also explodes without melting when heated, and by treating the 
normal nitrate with hot pyridine, and slowly cooling the solution, the 
following complex is deposited, Pb(C6H5)2(N03)2.4C5H5N. 

Lead diphenyl iodate ^ is a crystalline powder, formed by heating 
together lead tetraphenyl and iodic acid in xylene solution. It is in- 
soluble in the usual organic solvents. 

Lead diphenyl oxide may either be obtained by treating lead 
diphenyl halides with ethyl alcoholic potassium hydroxide® or by 
adding a boiling solution of sodium hydroxide to a solution ot‘ lead 
diphenyl nitrate.® The oxide is precipitated as a white powder, which 
does not melt, and volatilises without decomposition. It is strongly 
basic in character, and is insoluble in the usual organic solvents, also in 
sodium and potassium hydroxide. 

Basic lead diphenyl carbonate, [(C6H5)2Pb.0H]2C03. — The 
addition of sodium carbonate to a lead diphenyl salt solution causes the 
separation of this carbonate, which is a white, insoluble powder having 
no melting-point. 

Lead diphenyl diformate is deposited in small, colourless needles 
from the solution obtained by boiling lead tetraphenyl and formic acid 
in benzene. It melts with decomposition above 200 ® C. If the formic 
acid be replaced by acetic acid, lead diphenyl diacetate crystallises out in 
white crystals, which are easily soluble in cold water or acetic acid. The 
compound thus obtained has the formula, Pb(CeH5)2(C2H302)2.‘-^H20, 
the water-free salt melting at 195 ® C. Using trichloracetic acid and xylene 
as a solvent, lead diphenyl trichlor acetate^ is obtained, which softens 
at 170 ® to 175 ® C. and decomposes rapidly at 210 ® C. without melting. 
It has the following constitution, 2CieHio04ClePb.C2ll02Cl3. The 
following salts have also been obtained : Acid lead diphenyl propionate, 
melting to a clear liquid at 168 ® to 169 ° C,, this decomposing at 230 ® to 
285 ® C. ; lead diphenyl divalerate, white needles, M.pt. 168 ® to 170 ® C. ; 
lead diphenyl oxalate, a white, crystalline powder, darkening at 280 ® C. 

1 Goddard, Ashley, and Evans, Trans. Ohem. Soo., 1922, 121 , 078, 

2 Zeohmeister and Osabay, Ber., 1927, 60 , [B], 1617 

8 Polls, Ber., 1887, 20 , 716. 

* Goddard, Ashley, and Evans, loc. cit. 
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and decomposing rapidly at 293° to 295° C. ; lead diphenyl di-p-niiro- 
benzoate, small, pale yellow needles, darkening and melting at 256° C. 

Lead diphenyl dicyanide ^ is obtained by treating the di-iodide in 
nietliyl alcohol suspension with silver cyanide. It decomposes at 

2 IS® to 255° C. and is converted by dilute nitric and hydrochloric acids 
into the corresponding dinitrate and dichloride. 

Basic lead diphenyl cyanide, Pb(CeH5)20H.CN.®— If the nitrate 
is treated with a solution of potassium cyanide, this basic cyanide is 
precipitated as a white powder. It is insoluble in water, alcohol, or 
ether, and melts with decomposition. 

Lead diphenyl dithiocyanate.— This salt is readily obtained by 
mixing together aqueous solutions of lead diphenyl acetate and am- 
monium thiocyanate. It is a white powder, insoluble in water and 
the usual organic solvents, and is decomposed by silver nitrate, silver 
thiocyanate being deposited. The salt decomposes at its melting- 
point. 

Lead diphenyl sulphide. — ^\Vhen an aqueous acetic acid solution 
of the above acetate is decomposed with hydrogen sulphide, a white, 
ilocculent precipitate of the sulphide is obtained. By extracting this 
with alcohol-benzene, and evaporating oft the solvent, small, bright 
yellow crystals are deposited. It is essential that the reaction should be 
carried out in the cold, since the sulphide is decomposed by heat. The 
compound becomes brown when heated from 80° to 90° C., and at higher 
temperatures diphenyl is driven off, and pure lead sulphide remains. 
The salt is easily soluble in benzene, chloroform, or carbon bisulphide, 
but with difliculty in alcohol or ether. 

Lead diphenyl chromate separates as a bright yellow, crystalline 
precipitate, when potassium dichromate is added to lead diphenyl 
dinitrate. It is insoluble in water or alcohol. 

Lead diphenyl phosphate is isolated in the same way as the 
chromate, using sodium phosphate. It is a white, crystalline powder, 
which docs not melt, and is insoluble in the usual organic solvents. 

Lead di-p-tolyl dichloride.® — ^This is a white powder, prepared 
as the foregoing phenyl compound. It is moderately soluble in chloro- 
form, carbon tetrachloride, or benzene; insoluble in alcohol or ether; 
by tlie action of alcoholic silver nitrate the chlorine may be re- 
moved. Lead di-p-tolyl dibromide is formed by the action of bromine 
on the tetra-tolyl compound. It decomposes on melting, and has a 
similar solubility to the chloride. The diiodide is a yellow compound, 
readily soluble in carbon bisulphide. 

Lead di-p-tolyl dinitrate crystallises in fine white needles, having 

3 mols. of water of crystallisation. It is soluble in water, with difficulty 
in alcohol, and explodes on heating. When boiled with water, or when 
its nitric acid solution is precipitated with ammonia, a basic nitrate is 
obtained, Pb(C7H7)2(0H)N03. This is a white, amorphous powder 
which does not melt, and feebly explodes on heating. 

Lead di-p-tolyl diformate, formed by the action of formic acid 
on lead tetra-p-tolyl, crystallises from aqueous formic acid in shining, 
white needles, which decompose and blacken at 233° C. The diacetate, 
Pb(C7H7)2(C2H802)2.2H20, which crystallises in fine needles, is not as 

1 Zechmeister and Csabay, Ber,, 1927, 6o, [B], 1617. 

« Polis, Ber„ 1887, 20 , 716. 

3 FoHs, m,, 1888, 21 , 3424. 
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soluble as the corresponding phenyl compound, and the water free of 
salt melts without decomposition at 183-5® C. 

Lead di-p-tolyl sulphide. — ^When hydrogen sulphide is passed 
into a solution of the above diacetate, the sulphide is deposited as a 
pale yellow precipitate. It is washed with hydrogen sulphide water, 
dried in vacua, and recrystallised from alcohol-benzene. When heated 
to 90® C. it turns brown, at 98® C. it blackens, and at higher temperatures 
gives di-p-tolyl and lead sulphide. It is decomposed by light, and is very 
soluble in benzene, carbon bisulpinde, or chloroform, with difficulty in 
alcohol or ether. 

Lead di-p-tolyl chromate is precipitated as a yellow powder 
when potassium dichromate reacts with lead di-p-tolyl diacetatc. 

Lead di-p-xylyl dibromide ^ is obtained by the bromination of 
lead tri-p-xylyl in chloroform solution at —10° C. It crystallises from 
chloroform in colourless, glistening rods which are difficultly soluble 
in ether, and insoluble in alcohol. It melts about 120° C., decomposing 
with the separation of lead bromide. 

Lead dicyclohexyl dichloride ^ is isolated {a) by passing hydro- 
chloric acid gas into a suspension of lead tetracyclohexyl in chloroform, 
or (5) by treating the latter chloroform suspension at 0° C. with the 
calculated quantity of chlorine in carbon tetrachloride. It forms pale 
yellow needles, which become reddish brown at 150° C. and decompose 
with the deposition of lead at 180° C. 

The corresponding dihroniide is prepared [a) by the bromination of 
the tetracyclohexyl compound, or (b) by passing hydrobromic acid gas 
into a benzene solution of the tetra-compound. It is isolated in pale 
yellow needles, which become orange at 100° C., almost white at 160° C., 
‘and deposit lead suddenly at 225° C.^ The di-iodide forms orange needles, 
which decompose at 100° C. and are readily soluble in hot benzene, witii 
difficulty in hot alcohol. It may also be prepared by treating lead 
tricyclohexyl iodide with a solution of iodine in benzene.^ 

Lead dicyclohexyl sulphide.^ — (1) When hydrogen sulphide is 
passed into a pyridine solution of the chloride or bromide (not the iodide), 
addition of alcohol precipitates the sulphide. (2) By passing hydrogen 
sulphide into a pyridine solution of lead tetracyclohexyl, kept at —10° C., 
the sulphide is also precipitated. The compound is washed with icc-coki 
alcohol, and dried in vacuo over phosphorus pentoxide. It is a pale 
yellow powder which crystallises from dilute pyridine in microscopic 
plates, these blackening without melting slightly above 100° C. 

The action of nitric acid on lead tetracyclohexyl does not lead to the 
production of the corresponding nitrate, but gives lead nitrate. Silver 
nitrate on lead dicyclohexyl dihalides yields silver halide, and a reddish- 
brown precipitate which contains silver, and is probably a silver deriv- 
ative of cyclohexane. 

Aryl Derivatives of the Types RsPb. 

Lead diphenyl.®— The preparation is carried out in a wide-necked, 
roxind-bottomed Jena flask, fitted with a stopper containing five holes, 

1 Krause and Schmitz, B&r., 1919, 52 , [B], 2165. 

® Griittner, Ben, 1914, 48 , 3267. 

® Krause gives the decomposition point about 142® 0 . 

^ Krause, Bet., 1921, 54 , [B], 2066. 

® Krause and Keissaus, Ben, 1922, [B], 55 , 888 . 


® Grhttner, ho. cit. 
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used as follows; (1) For carrying stirrer. (2). For introducing lead 
chloride and magnesium compound. (3) For passing in nitrogen, (4) For 
thermometer. (5) For condenser. 

Into this apparatus the magnesium com] 3 ound from 50 grams of 
bromobenzene in 400 c.c. of ether is introduced, and the whole cooled 
ill ice. With vigorous stirring and in a nitrogen atmosphere, 44 grams 
of lead chloride are added during three-quarters of an hour, in portions 
of not more than 0-3 gram, tlie temperature being maintained at +2® C. 
The ethereal solution becomes reddish brown, and the stirring is main- 
tained for two hours, the temperature being kept at 0® C. The mass is 
then decomposed by small pieces of ice, and shaken with benzene in a 
funnel filled with nitrogen. The benzene solution is evaporated under 
reduced ])ressure in a nitrogen atmosphere to about 50 c.c. Any lead 
triphenyl which may have lieen formed crystallises out at this stage 
and is iiltered off. When the blue-red filtrate is added dropwise to 
alcohol, the lead diphenyl separates out, is dissolved many times in 
a little benzene and fractionally precipitated by alcohol. Yield 2 
to 3 grams. 

The compound in the dry state is an intense bluish-red, amorphous 
powder, fairly soluble in benzene or ether, insoluble in alcohol. Its 
benzene solution reduces alcoholic silver nitrate, giving a deep black 
precipitate of silver. It decomposes at a])out 100® €., becoming colour- 
less ; changes to pale yellow at 120° C., melts above 200® C., but does 
not blacken at 200® C. 

A better yield is obtained if the reaction be carried out in benzene 
instead of ether solution. 

When a benzene solution of lead diphenyl is treated with an ethereal 
solution of magnesium phenyl bromide and boiled for a few minutes, 
black metallic lead separates out. The mass is decomposed with water, 
the solvent layer evaporated, and the residue when treated with benzene 
gives a good yield of lead triphenyl. 

Lead di-p-tolyl is prepared in a similar way to the phenyl com- 
pound, 30 grams of p-bromotoluene give 2 grams of product. It has 
the same properties and reactions as the phenyl derivative. 

Lead triphenyl. — The apparatus used for this and the following 
experiments is the same as for lead diphenyl. To the magnesium com- 
pound from 50 grams of bromobenzene in 250 c.c. of ether, 40 grams of 
lead chloride, in half-gram quantities, are slowly added. The reaction 
is carried oxit in nitrogen and the mixture vigorously stirred. The 
ethereal solution changes through brownish red to yellow, and after the 
addition of the lead chloride the stirring is maintained for three hours. 
The mass is decomposed by small pieces of ice, the ether removed under 
reduced pressure, and the residue filtered and washed with water and 
three times with alcohol, then dried at the ordinary temperature in vacuo 
over phosphorus pentoxide. The dry product is extracted with hot 
benzene, from which glistening rhomboidal crystals separate, containing 
1 mol, of benzene of crystallisation. It crystallises from chloroform in 
plates. Yield 17*5 grams, 40 per cent. It commences to decompose at 
155® C. and melts at 225® C. It may be converted to lead tetraphenyl 
(1) by heating alone, (2) by heating its benzene solution on a boiling 
water-bath, (8) by heating the pyridine solution at 60® to 65® C. Its 
solution in benzene is converted by an aqueous alcoholic solution of 
iodine into lead triphenyl iodide, but with a dilute solution of iodine in 
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benzene, lead diphenyl di-iodide and lead iodide are formed, the former 
only in small quantity. 

Lead tri-o-tolyl crystallises from benzene or chloroform in micro- 
scopic rhombic crystals, from which lead separates at 240° C., and at 
250° C. a black liquid is obtained. It slowly decomposes alcoholic silver 
nitrate solutions when warmed, but has no action in the cold. 

Lead tri-p-tolyl is formed by the same method as the phenyl com- 
pound. It crystallises from benzene on tl^c addition of alcohol in 
six-sided plates, from chloroform in rhombohedra, containing chloroform 
of crystallisation, these bemg efflorescent in the air. It commences to 
decompose at 193° C. and melts at 240° C. A cooled benzene solution 
gives a greenish precipitate with alcoholic silver nitrate, which quickly 
blackens as the temperature rises, but if a very low temperature is 
maintained the green colour remains. When heated alone or boiled 
in benzene solution it yields lead tetra-p-tolyl. In contrast to lead tri- 
p-xylyl and lead trieyclohexyl, it is converted by bromine in freezing 
pyridine into lead bromide and lead tetra-p-tolyl, which points to the 
possible existence in pyridine solution of the equilibrium : 

2Pb(C7H,)3 jz=^Pb(C,H7)4+Pb(C7H,), 

When the benzene solution is treated with aqueous alcoholic iodine solu- 
tion, lead tri-p-tolyl iodide is formed. 

Lead tri-m-xylyl.^ — ^To a solution of 20*55 grams of p-bromo- 
xylene and 3*12 grams of magnesium in 100 c.c. of ether, 11*6 grams of 
lead chloride are added in small quantities, and the mixture boiled for 
five hours. Metallic lead soon commences to separate out and the 
colour of the solution changes from brownish red to green. The mixture 
is decomposed with water, filtered, and the dry residue extracted with 
benzene. Evaporation of the solvent gives 2*5 grams of a very pale 
yellow, crystalline powder. After crystallising from acetone, then tliree 
times from benzene, it melts sharply at 238*5° C. with the separation of 
metallic lead. It is soluble in chloroform or toluene, slightly soluble in 
acetone, light petroleum, or pyridine. Its solutions precipitate silver 
oxide from alcoholic silver nitrate. When its benzene solution is treated 
with thallic chloride it yields thallous chloride and lead di-m-xylyl 
dichloride. 

Lead tri-p-xylyP sinters at 220° C., and melts with decom- 
position at 225° C. It is easily soluble in hot benzene or chloroform, 
sparingly in cold benzene or ether, and insoluble in methyl or ethyl 
alcohol. Its benzene solutions when exposed to air are unchanged, but 
in sunlight quickly deposit a white precipitate. In the dry state the 
compound is stable in air. Bromination at —40° C. produces lead 
tri-p-xylyl bromide, but at —10° C. lead di-p-xylyl dibromide is formed. 

Lead tricyclohexyl ^ crystallises in bright yellow, thin, hexagonal 
plates, decomposing at 195° C. It is readily affected by light, the 
solid substance quickly becoming brown, and the benzene solution 
yielding a white precipitate in diffused light or a brown precipitate in 
direct sunlight. The benzene solution is not stable in the dark, and it 
reduces alcoholic silver nitrate in the usual way. When boiled with 
ammonium sulphide, lead sulphide is formed, A solution of iodine in 

^ Goddard, Travis, Qhmi. Soc.y 1923, 123 , 1171. 

® Krause and Schmitz, Ber., 1919, 52 , [B], 2167 ; Krause and Reissaus, foe. ciL 

® Krause, Ber., 1921, 54 , [B], 2060. 
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benzene when added to a benzene solution of lead tricyclohexyl yields 
lead tricyclolicxyl iodide. 

Jryl Verivatwes of the Types ArgAlkPbX; ArgAr'PbX. 

Lead diphenyl methyl bromide ^ is obtained by the bromiiiation 
of lead triphenyl methyl, as an oily product, which is pressed on a porous 
[)late and rcerystallised from benzene-alcohol. It forms glistening 
needles, M.pt, 1 18° C., decomposing witli frothing at 124° C. 

Lead diphenyl ethyl bromide forms colourless, glistening, pris- 
matic needles, M.pt. 119° C., decomposing with gas evolution at 130° to 
1 35° C. It is very easily soluble in benzene or chloroform, readily in 
ether, sparingly in cold alcohol. 

Lead diphenyl p-xylyl bromide is prepared by brominating lead 
diphenyl di-p-xylyl, and the crude product is best recrystallised from 
about 80 ])er cent, alcohol. It crystallises in bushy groups of plates, 
M.pt. 90° C., decomposing at 200° C. With phenyl magnesium bromide 
it yields lead triphenyl p-xylyl. 

Lead diphenyl cyclohexyl bromide occurs as fine groups of 
})rismatic needles, M.pt. 135° C., decomposing at 160° C, Phenyl mag- 
nesium bromide converts it to lead triphenyl cyclohcxyl. 


Jryl Derivatives of the Types Av^ThAlk ; AroArTbAlk ; 

Ar.ArTbAlkX.2 

Lead triphenyl methyl is prepared from lead triphenyl bromide 
and an excess of methyl magnesium halide. It crystallises from benzene 
in rhomboidal crystals, M.pt. C0° C., becoming turbid at 220° C. and 
decomposing at 260° C. In benzene or chloroform it is very soluble, 
less soluble in ether, sparingly in cold 94 per cent, alcohol. Alcoholic 
silver nitrate from an alcohol solution of the lead compound precipitates 
yellow silver phenyl-silver nitrate. 

Lead triphenyl ethyl,® obtained as above, is a solid, M.pt. 42° C., 
giving a colourless, highly refractive liquid ; density 1*5885 at 61° C. ; 
nna 1-62628 at 61° C. ; SRhu 22*29. 

Lead diphenyl cyclohexyl methyl is isolated from pure lead 
diphenyl cyclohcxyl bromide and an excess of methyl magnesium 
bromide. It is a liquid at ordinary temperatures, miscible with most 
organic solvents and aqueous alcohol. When brominated it is con- 
verted into lead phenyl cyclohexyl methyl bromide. 

Lead phenyl cyclohexyl methyl bromide, obtained as just 
described, is susceptible to light and temperature. It may be crystal- 
lised from benzene, provided the temperature is kept below 70° C., 
small, star-shaped groups of prisms being deposited, which melt with 
complete decomposition at 93° to 94° C. 

Heterocyclic Systems containing Lead,^ 

By the action of lead diethyl chloride on the magnesium compound 

^ Krause and Sohldttig, Ber,^ 1925, 58, [B], 427. 

® Krause and Sohldttig, ibU. 

^ Krause and Schmitz, Ben, 1919, 52, [B], 2150. 

* Griittner and Krause, Ber,, 1916, 49, 2666. 
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of 1 : 5-dibromopentane, lead diethyl cyclopentamethylene is ob- 
tained : 

Etv .CHg CPIav 

>Pb< >CH.> 

Et^ CH/ 

Like the tin compound, this substance is analogous to the cyolohexanes 
in which a carbon atom is replaced by quadrivalent lead. Molecular 
weight determinations point to the simple formula, CgHgoPb. It has 
previously been shown that halogens split off alkyl groups from lead 
tetra-alkyls, when the reaction is carried out in dilute solution at — 75"^ C. 
In the case of lead diethylcyclopentamethylene two possibilities occur, 
either a splitting off of the ethyl group and the formation of lead 
ethylcyclopentamethylene monohalide, or the partial scission of the 
ring with the formation of lead diethyl-5-halogen-amyl halide. 


X 


CH2.{CH2)3.CHaBr 


It is found by experiment that the reaction takes the latter course, and 
that the yields are quantitative. The characteristic is emphasised, that 
when we have a smooth addition of halogen, the splitting off of halogen 
hydrocarbons takes place, which is always noticed in the halogenisation 
of lead alkyls. In the preceding compound the carbon-bound halogen 
atom may be directly precipitated by silver nitrate, whilst the lead-bound 
halogen is not. By the action of magnesium ethyl bromide lead tri- 
ethyl-5-halogen amyl is obtained : 


>< 


CH,.(CH,)3.CHjBr 


Its halogen is not directly precipitated by silver nitrate, but with 
magnesium powder in ethereal solution it forms the magnesium com- 
pound in 60 per cent, yield. 

By the action of chlorine on lead diethylcyclopentamethylene, lead 
diethyl-5-chloroamyl chloride is formed, and this by the action of 
chlorine at low temperatures has two ethyl groups replaced by chlorine, 
whilst the substituted amyl group remains attached to the lead atom. 
This is in accordance with the observed fact that the halogen always 
splits off the lightest group first. The compound thus obtained, lead 
ethyl-5'chloroamyl dichloride, has two chlorine atoms prccipitable by 
silver nitrate and not one. By the energetic action of chlorine on lead 
diethylcyclopentamethylene, lead halide, ethyl halide, and dihalogen 
pentane are obtained, showing that the pentamethylene ring has re- 
mained intact. The lead compound in some respects resembles the lead 
tetra-alkyls. 

Lead diethylcyclopentamethylene, Et 2 Pb<(CHij) 5 .— -To the mag- 
nesium compound from 100 grams of 1 : 6-dibromopentane (or 65 grams 
of 1 : 5-dichloropentane) in 600 e.c. of ether, 60 grams of lead diethyl 
diehloride mc added in small portions, the whole being maintained 
at 0® C., vigorously stirred, and a stream of nitrogen passed through. 
After the addition the mass is warmed on tlie water-bath for fifteen 
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minutes, decomposed with water, the ether layer removed, washed, 
dried, and the solvent distilled oft. A colourless oil remains, and this is 
fractionated in a stream of hydrogen under reduced pressure. The 
fraction, 100° to 130° C. at 13 mm., is worked down to 109° to 114° C. at 
18 mm., and this yields 40 grams of pure product, B.pt. 111° C. at 18 mm. 
It is a thin, colourless oil, having an odour resembling ketones. It is in- 
soluble in water, sparingly soluble in 90 per cent, alcohol, but miscible 
•with absolute alcohol and most organic solvents. Neutral Silver nitrate 
is reduced in the cold, and when placed on filter paper it inflames and 
burns briskly, giving fumes of lead oxide. With exclusion of air it may 
be kept for a month, but in contact with air it is slowly oxidised, giving 
a brown resin. 

Lead diethyl-5-bromoamyl bromide, 


/(CH,)5.Br 

Et,Pb< 

\Br 


The above compound is brominated at —75° C. in ethereal solution, and 
the product fractionated after drying. It is a thick, colourless oil. 

Lead triethyl-5-bromoamyl, Et 3 Bb(CH 2 ) 5 Br.— The preceding 
bromide is shaken with magnesium ethyl bromide and boiled for five 
minutes. Treatment in the usual manner gives an oil, B.pt. 166*8° C. 
at 13 mm. Yield quantitative. It is a colourless, thin oil, having an 
odour resembling the lead alkyls, and is completely stable in air. Treat- 
ment with magnesium powder yields lead triethyl n-amyl, a compound 
which may also be obtained from magnesium n-amyl bromide and lead 
triethyl bromide. Lead triethyl n-amyl is a colourless oil of faint, un- 
pleasant smell, B.pt. 121° C. at 15 mm. 

Lead ethyl-5-chIoroamyl dichloride. 


Et.Pb 


/ 


(CHJsCl 

Cla 


Lead diethylcyclopentamethylene is chlorinated at —75° C. in ethyl 
acetate solution. A crystalline powder is obtained which is washed 
with ether and recrystallised from a little alcohol. It crystallises in 
shining needles, insoluble in ether. 

1 : 5-Bis-trimethylplumbyl-n-pentane, Me 3 Pb.(CH 2 ) 6 -PbMe 3 . 
— ^The magnesium compound from 1 : 5-dichloropentane is caused to 
react with lead trimethyl bromide in ethereal solution, the reaction being 
completed by an hour’s warming on the water-bath. The excess of lead 
trimethyl bromide is removed by shaking the mass with 20 per cent, 
potassium hydroxide and dilute sulphuric acid. The ethereal solution 
is then evaporated and the residual oil fractionated under reduced 
pressure. The pure product is a colourless oil. B.pt. 166*5° C. at 
14 mm. 

Table XXIV. of the Appendix shows the physical constants of the 
above compounds. 
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OBGMOMETALUC COMPOUNDS. 


TABLE IV .-INTERACTION OF THALLIC CHLORIDE 
WITH ORGANOMETALLIC COMPOUNDS. 


Oomp)unds Beading with 
ThalUc Ghhride. 

Products of Reaction, 

Mercury di-n-propyl 
Mercury di-isoamyL 

Tin tetraethyl 

Tin dimethyl diethyl 

Tin triethyl chloride 

Tin triethyl iodide . 

Lead tetraethyl 

Lead triethyl methyl 

Lead triethyl chloride 
Mercury diphenyl . 
Mercury dibenzyl , 
Mercury ethyl benzyl 

Tin tetraphenyl 

Lead tetraphenyl , 

Lead tri-m-xylyl . 

Lead diethyl diphenyl . 
Lead diphenyl di-a-naph- 
thyl .... 
Triphenylphosphine 

Triphenylarsine 

Tri-m-,tri-p-xylylarsme * 
Triphenylstibine , 
Tri-m-xylylstibine . 
Triphenylbismuthine 
Tri-p4olyl-,tri-a-naplithyl- 
bismuthine 

n-Propylmercurio chloride, thallous chlorido. 
Isoamylmercuric chloride, thallous chlorido. 

Thallium diethyl chloride, tin diethyl diohloridt‘. 

Thallium diethyl chloride, tin dimethyl dichl<irid<‘, thall- 
ous chloride. 

Tin diethyl dichloride, thallous chloride, ethyl chlorido. 
Tin diethyl dichloride, thallium, iodiius iodine mono- 
chloride. 

Lead diethyl dichloride, thallous chloride, butane. 

Lead triethyl chloride, thallous cliloride, methyl chloride 
Lead diethyl dichloride, thallous chlorido, ethyl chloride. 
Thallium diphenyl chloride, mercuric chloride. 
Benzylmercurio chloride, thallous chlorido. 

Ethylmerourio chloride, benzylmorcuric chloride, thallous 
chloride. 

Thallium diphenyl chloride, tin triphenyl chlorhlc, tin 
diphenyl hydroxyoliloride, hydrochloric acid. 

Thallium diphenyl chloride, load diphenyl dichloridt*. 

Lead di-m-xylyl dichloride, thallous chloride. 

Thallium diphenyl chloride, lead diethyl dichloridt‘. 
Thallium di-a-naphthyl chloride, lead diphenyl du‘hlori(i<‘. 

Triphenylphosphine, thallous chloride, chlorine. 

/ (a) In the cold. Thallous chlorides plumylarseniouH 

1 dichloride. 

1 {b) Hot. Triphenylarsine dichloride, thallium diphenyl 

1 chloride, thallous chloride. 
Thallouschloride,m-xylylandp-xylylai’sonious dichlorides. 
Triphenylstibine dichloride, thallous chlorido, 
Tri-m-xylyMbine dichloride, thallous chloride. 

Thallium diphenyl chloride, diphenylchlorobismuthinc*. 
Thallium di-p-tolyl chloride, di-p-tolylchlorobismuthinc ; 
thallium di-a-naphthyl chlorido, di-a-naphthylchloro- 
bismuthine. 


TABLE V.— SHOWING GRADUATION IN MELTING- AND BOILING-POINTS 

OF COMPOUNDS FROM GROUP IV. 
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ORGANOMETALLIC COMPOUNDS. 


TABLE VL— REFRACTIVITIES OF SOME SILICON 
COMPOUNDS OF THE TYPE Alk^Si-Ar. 


Substance. 

Mh.. 

dM. 



(C,H5)sSiC6H,Cl . 

68-35 

68-82 

1-628 

2-628 

(C,H5)3SiCeH,Br . 

71-79 

72-30 

1-780 

2-878 

(C3H5)3SiCeH4l . 

78-30 

78-91 

2-14.0 

3-438 

(n-C3H,)3SiC«H4Cl 

82-65 

83-19 

1-897 

3-026 


By subtracting from these values the atomic equivalents of carbon, 
hydrogen, and halogen, the atomic refraction of the silicon iix the 
compounds is as follows : — 


Substance. 

Sin,. 

Sic* 

Siir^ -ir„. 


(C3H3)3SiCeH3 . . 

7-52 

7-59 

0-31 

0-53 

(C3Hs)3SiCeH,Cl . 

7-60 

7-74 

0-423 

0-685 

(C3H3)3SiC,H,Br . 

8*22 

8-32 

0-439 

0-702 

(C3H3)3SiC3H,I . 

9-78 

9-89 

0-537 

0-949 

(n-C3H,)3SiC3H4Cl 

8-15 

8-26 

0-431 

0-096 


[See Bygd^n, Ben, 1916, 90, 243.] 





TABLE VIA.— PHYSICAL CONSTANTS OF SOME ORGANOSILICON COMPOUNDS. 
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ORGANOMETALLIC COMPOUKDS. 


TABLE VII.— CRYSTALLOGRAPHIC MEASUREMENTS 
OF DIPHENYLSILICANEDIOL. 

System, anorthic. Sub-class, holohedraL 
a : b : c =0-5657 : 1 : 1-700. 
a=90°2'; 20' ; y=87^27'. 

Forms developed: b (010), m (110), /x (llO), c (001), t (013), v (IlG). 

Table of Atstgles. 


Faces. 

No. of 
Measure- 
ments. 

Angle Limits. 

Moan 

Value. 

Calculaknl 

Value. 

010 : 110 

16 

62° 2'-66°83' 

64° 23' 


110 : llo 

16 

53° 10'-55° 52' 

55° 40' 

• » 

llo ; OlO 

15 

69° 34'-61° 87' 


60° 57' 

010 : 001 

22 

89° 52'-90° 80' 

■twtW 

. • 

110 : 001 

26 

70° 28'-71° 16' 

70° 55' 

70° 56' 

110 : 001 

26 

70° 49'-71° 57' 

71° 19' 


010 : 013 

3 

58° 20'-61° 40' 


m • 

* 110 : 018 

1 

69° 25' 

59° 25' 

60° 1' 

llo : 013 

1 

88° 88' 

88° 38' 

87° 61' 


The crystals are prismatic in habit. Of the prism faces b, m and /x, 
b and /x are well developed, whilst m is but a small face. The angles of 
the prism zone, namely bm=64° 23', m/x=55® 40', jab=60° 57', all 
approximate to 60° and give the crystals a pseudo-hexagonal character. 
The crystals are terminated by three planes at each end. These arc 
c (001), t (013), and v (116). The face c (001) is q^uitc large, whilst t and v 
are tiny bevels on the edges cb and c/x' respectively. The faces t and v 
are very bad ones, particularly the latter, from which no trustworthy 
measurements can be obtained. The faces as a whole arc very bad 
from a goniometrical point of view, as may be seen from the range of the 
angles in the preceding. 
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TABLE VIIL— CRYSTALLOGRAPHIC MEASUREMENTS 
OF ANHYDROBISDIPHENYLSILICANEDIOL. 

System, anorfhic. Sub-class, holohedral. 

a : b : c =0-6586 : 1 : 1-868. 

0=92“ 28' ; ^=115° 40' ; y=86° 24'. 

Forms developed : b (010), m (110), fj, (lIO), c (001), q (Oil), s (114). 


Table of Angles. 


Faces. 

No. of 
Measure- 
ments. 

Angle Limits. 

Mean 

Value. 

Calculated 

Value. 

010 : no 

10 

61° 5'-62° 1' 

61° 86' 


110 : llo 

10 

60° 10'-61° 83' 

60° 58' 


lIO : OlO 

10 

56° 40'-57° 56' 

57° 26' 

57° 26' 

010 : Oil 

20 

29° 52'-30° 42' 

30° 22' 


110 : Oil 

24 

52° 18'-53° 14' 

52° 49' 

52° S3' 

lIO : Oil 

24 

105° •1.4'-106° 39' 

106° 8' 

106° 14' 

010 : 001 

18 

88° 38'-89° 29' 

89° 4' 

89° 0' 

110 : 001 

20 

66° 41'-67° 25' 

67° 3' 

, , 

lIO : 001 

20 

68° 26'-68° 44' 

68° 87' 

69° 8' 

Oil : 001 

11 

58° 8'-59° 9' 

58° 38' 

, . 

110 : II2 

24 

142° 43'-143° 19' 

143° 1' 

143° 21' 

010 : II2 

24 

119° .5'-119°55' 

119° 31' 

119° 22' 

no : 112 

24 

105° 22'-106° 38' 

106° 1' 

106° IT 


The forms b, m, and p. constitute a prism zone ; the forms b and m 
arc large and small. The angles of the prism zone are : b m=61° 36', 
m (jl— 60 ° 58', fjt, b' =57° 26'. They all approach the value 60°, and so the 
crystals are pseudo-hexagonal. Of the three terminal forms, c (001) is 
much the largest, q and s being small faces on the edges b c and m' c 
respectively. 
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ORGANOMETALLIO COMPOUNDS. 


TABLE IX.— CRYSTALLOGRAPHIC MEASUREMENTS 
OF DIANHYDROTRISDIPHENYLSILICANEDIOL. 

System, anorthic. Sub-class, holohedral. 
a : b : c=0-5068 : 1 : 1-491. 

Forms developed : b (010), m (110), fi (llO), c (001), r (012), /i (114). 

Table op Angles. 


Faces. 

No. of 
Measure- 

Angle Limits, 

Moan 

Calculated 

ments. 

Value. 

Value. 

010 : 110 

6 

66“ 42'-67“ 21' 

66“ 58' 


110 : no 

7 

51“ 4'-52“ 4' 

51“ 30' 


no : OIO 

10 

60° 4'-61“53' 

61“ 32' 

61“ 23' 

010 : 001 

16 

89“ 7'-90“51' 

90“ 19' 

. • 

no : 001 

8 

74“ 9'-74“55' 

74“ 35' 

74“ 34' 

no : 001 i 

15 

74“ 16'-75“ 28' 

75“ 1' 

• « 

010 .- 012 

1 

54“ 42' 

54“ 42' 


no : 012 

1 

63“ IT 

63“ 11' 

63“ IT 

no : 012 

1 

94“ 50' - 

94“ 50' 

93“ 54' 

010 : 114 

8 

67“ 84'- 69“ 11' 

68“ 36' 

69“ 25' 

no : 114 

8 ■ 

120“ 28'-124“ 2' 

122“ 47' 

120“ 57' 

no : 114 

8 

103“ 44'-105“ 14' 

104“ 27' 

103“ 0' 


The dominant forms are b (010), (llO), and c (001). Many crystals 
are simply four-sided prisms terminated by c planes. The prism face m 
is often missing, and when present it is only small. The face r (012) was 
present on one crystal only. The form /a (1 14) was only developed on 
two crystals, and even then the faces were very poor ones. This accounts 
for divergence between the calculated and measured angles. The 
crystals may be described as short, stumpy prisms. The prism angles 
show some approach to hexagonal development: bm=fl6° 68', 
m ju,=51° 89', n b' -61“ 82'. 

If in the ciy^stals of diphenylsilicanediol (see Table VII.) t is given 
the indices (Oil) instead of (018), then v will become (112) instead of 
(116). The remaining indices would be unchanged. The axial ratios 
would now be 0-5657 : 1 : 0-5666 instead of 0-5657 : 1 : 1-700. 

Similarly if in the crystals of dianhydrotrisdiphenylsilicanediol r is 
made (011) instead of (012), then ja would be (112) iusteatl of (II 4), and 
the remaining indices would be unaltered. 'The axial ratios would be 
0-5068 .- 1 : 0-7455 instead of 0-5068 : 1 : 1-491. 

To bring the axial ratios of the crystals of anhydrobisdiphenyl- 
silicanediol into line, q would have to be made (081) instead of (011), 
and the ratios would then be 0-6586 : 1 : 0-6227 instead of 
0-6586 : 1 : 1-868. The indices of s (Il2) would then become (832). 
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TABLE X.- CRYSTALLOGRAPHIC MEASUREMENTS 
OF TRIANHYDROTRISDIPHENYLSILICANEDIOL 


Sysleni, orthorhombic. Sub-class, bisphenoidal 
a : b : c ^0-7750 : 1 : 0-4993. 

Forms dcs doped : a (100), b (010), m (110), p (111). 

Table of Angles. 


Faces. 

No. of 
Muasure- 
ments. 

Angle Limits. 

Mean 

Value. 

Calculated 

Value. 

110:010 

19 

89“ 50 -90° 7' 

90“ 0' 

90“ 0' 

100: 110 

19 

37“ 21'-.38“ 12' 

87“ 48' 

37“ 48' 

010 : 110 

19 

51“ 55'-52“ 29' 

52“ 12' 

* ff 

100:111 

17 

59“ 54'-60“ 17' 

60“ 7' 

60“ 3' 

010:111 

18 

66“ 58'-67° 27' 

67“ 14' 

, , 

110:111 

16 

50“ 34'-61“ 18' 

50“48|' 

50“ 50' 

lll:ITl 

8 

78“ 8'-78“29' 

78“ 15' 

78“ 28' 

110:111 

U 

80“ 30'-81“ 27' 

81“ 3' 

80“ 57' 


The crystals occur in two well-marked habits. One of these is 
prismatic, a and b being large faces, Avhilst the m faces are small. In 
other cases the crystals arc markedly tetrahedral. 
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ORGANOMETALLIC COMPOUNDS. 


TABLE XL— CRYSTALLOGRAPHIC MEASUREMENTS O 
TETRA-ANHYDROTETRAKISDIPHENYLSILICANEDIOL. 


System, anorthic. Sub-class, holoJiedral, 
a : b : c==0-5614 : 1 : 0-5770. 
a =83° 56' ; j8=103° 52' ; y=96° 41'. 

Forms observed : a {100}, b {010}, c {001}, m {110}, q {Oil}, y {l30}. 


Table of Angles. 


Faces. 

No. of 
Measure- 
ments, 

Angle limits. 

Mean 

Value. 

Calculated 

Value. 

010 : 110 

4 

56° 23'-57° 16' 


57° 6i' 

110 : 100 

8 

27° 13'-27° 48' 


27° 25'“ 

100 : 130 

10 

50° 32'-50° 46' 

50° 38' 


120 : 010 

6 

44° 46'-44° 59' 

44° 50^' 


010 : 001 

8 

94° 26'-94° 58' 

94° 37' 


110 : 001 

6 

80° 89'-81° 57' 

81° 8' 

80° 58' 

100 : 001 

11 

76° 81'-76° 47' 

76° 41' 

• « 

120 : 001 

12 

76° 29'-77° 18' 

76° 54|' 

76° 57V 

010 ; Oil 

. , 

, , 

• • 

64° 8'“ 

110 : Oil 

1 

65° 27' 

65° 27' 


100 : Oil 

1 

74° 88' 

74° 38' 

75° 9' 

120 : Oil 

1 

98° 31' 

98° 31' 

99° 3' 


The crystals are flat, almost square, plates, the pinacoid a {100} being 
predominant, and the forms b {010} and c {001} being developed along the 
edges of the plates. 
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TABLE XII.— CRYSTALLOGRAPHIC MEASUREMENTS 
OF TRIANHYDROTRISDIBENZYLSILICANEDIOL. 

System, oblique. Sub-class, holokedral 
a : h : c--2-r07 : 1 : 1-643 ; /3=94'^ 38'. 

Forms developed : a [lOOj, c {001), m {110}, s {101}, r {lOl}. 

Table of Angles. 


Faces. 

No. of 
Aleivsurc- 
nionts. 

Anglo Limits. 

Mean 

Value. 

Calculated 

Value. 

100 ; 101 

0 

69° 20-60° 11' 

59° 43' 

59° 29' 

101 : 001 

0 

25° 14'-26° 13' 

25° 38' 

25° 68' 

1()0 : tloi 

9 

85° 2'-85°40' 

85° 22' 


()()1 : TOl 

n 

27° 2'-28° 4.' 

27° 38' 

27° 47' 

TOl ; loo 

0 

06° 31 '-67° 4' 

66° 51' 

100 : no 

23 

70° 0'-70°36' 

70° 14' 

70° 16' 

101 : no 

33 

80° 0'-80°33' 

80° 15' 

80° 3' 

no : IlO 

16 

39° 11 '-39° ‘Hi' 

39° 28' 


001 : no 

42 

88° 13'-88° 54' 

88° 30' 

88° 27' 

loi : no 

47 

90° 59'-97° 68' 

97° 33' 

j 97° 38' 


Th<' crystals are prismatic in habit, beinj,^ elongated in a direction 
pcrpendictilar to the diad axis. The m faces in general are much 
larger than the a faces. 


TABLE Xin.>-PHYSICAL CONSTANTS OF TIN 
ALKYLS OF THE TYPE R^SnR\ 


Compound. 

Koiling-point. 

Density. 

Refraotive Index. 

nH„. 

ni). 

n^. 


Tintriothyln-propyl 
Tin triethyl isobutyl 
Tin triethyl isoamyl 
Tin ethyl tri - n - 
propyl 

Tin ethyl tri-isobutyl 
Tin tri-n-propyl iab- 
butyl. 

Tin tri-isobutyl iso- 
amyl . 

82/13 mm. 
96'6/17 „ 

111/18 „ 

117-<V23 „ 

126/16 „ 

128/18 „ 

162-9/18-6 „ 

M640 

M39(> 

M203 

1*1226 

1*0779 

1-0841 

D4*«*8 1*0366 

1-46936 

1-46977 

1-46917 

1-47063 

1-47063 

1-46929 

1*46861 

1-47273 

1-47304 

1-47243 

1-47374 

1-47371 

1-47246 

1-47174 

1-48108 

1-48132 

1-48050 

1-48197 

1-48167 

1-48042 

1-47984 

®C. 

1-48816, at 20-6 
1-48826, „ 20-3 
1-48739, „ 18-6 

1-48890, „ 21-8 
1-48830, „ 21 

1-48711, „ 24-1 

1-48676, „ 26 8 
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TABLE XIV.-PHYSICAL CONSTANTS OF TIN 
ALKYLS OF THE TYPE RaSnR'a- 


Compound. 

Boiling-point. 

Density. 


Refractive Index. 


no. 

“V 

•s- 

Tin dimethyl di-iso- 
butyl 

85/16 mm. 

D^M.1 1.1179 

1-46037 

146354 

1*47165 

nj. 

1*47851, at 20*1 

Tin diethyl di-iso- 




1-48846, „ 20-4 

butyl 

108*2/13 „ 

D/«-* M030 

1-47036 

147361 

1*48167 

Tin diethyl di-iso- 






amyl . 

131/13*5 „ 

D^i* 1-0725 

1 

1-46957 

147268 

1*48040 

1-48694, „ 19 


TABLE XV.— PHYSICAL CONSTANTS OF TIN 
ALKYLS OF THE TYPE R^R'SnX. 


Compound. 

Boiling-point. 

"C. 

Density. 


Refractive Index, 

mr^. 

ni). 


nu,. 

Tin diethyl-n-pro- 
pyl chloride 

108/17 mm. 

1-3848 

1*50207 

1*50580 

1*51624 

®c. 

1*52322, at 15*7 

Tin diethyl isoamyl 
chloride . 

126*5~126*6/]3 „ 

Di**-' 1-2994 

1*49443 

1*49805 

1*60687 

1-61443, „ 19-0 

Tin diethyl n-propyl 
bromide . 

112*2/16 „ 

D,"-* 1-5910 

1*51759 

1-62177 

1*53232 

1-64129, „ 21-0 

Tin diethyl isobutyl 
bromide . 

122/17 „ 

1-6108 

1*51194 

1*51586 

1*50609 

1-03464, „ 20-0 

Tin diethyl isoamyl 
bromide . 

137*5/17 „ 

1-4881 

1*51521 

1*51651 

1-62663 

1-53503, „ 17-0 

Tin ethyl di-isobutyl 
bromide . 

130*6/13 „ 

1-4086 

- 1*50452 

1*50837 

1*61799 

1-52609, „ 19-6 

Tin ethyl di-isoamyl 
bromide . 

164-155/16 „ 

DiM-" 1-3660 

1*50263 

1*50631 

1*51562 

1-62347, „ 20-0 
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TABLE XVIII.— PHYSICAL CONSTANTS OF HETEROCYCLIC TIN COMPOUNDS, 
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The foUoTOig are addiiionakL oonstantB to be attached to the compounds as shown : — 

No, 1 1*6110 j np—nc 0*01687. No, 4. ni>*^ 1-5140 1 np— nc^*0171L No. 10. d 4 ®®** 1*5812 ; nu^®*® 1*5120 ; np— no 0*01664. No. 13. 

nD«‘« 1*5120 ; np-no 0*01639. No. 18. 1*6053, No. 19. ni,«*® 1*5039 j np-n6 0*01624. 




TABLE XXIII.— PHYSICAL CONSTANTS OF MIXED LEAD ALKYLS 

OF THE TYPE Alk,Pb.Ar. 
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tad triethyl a-naphthyl splits off naphthalene at its boiling-point, 
ad trimethyl benzyl boils at 124** C. with much decomposition. 
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NAME INDEX 


Abelmann, 68, 196, 107, 

Aoree, 5 , 

Adams, 40, 42, 94, 190, 215. 

Alexeyeff, 19, 21. 

AUpress, 77. 

Anderson, 217. 

Aronheim, 73, 77, 87, 322-324. 

Ashley, 317, 324, 340, 345, 346. 

Auld, 53, 56, 144, 146. 

Balbiano, 143, 154, 155, 200. 

Bamberger, 32, 75, 90, 158. 

Bands, 79. 

Bauermeister, 82, 97, 99, 222. 
Bauerschmidt, 210. 

Becker, 88, 93, 225, 228. 

Becker, R., 317, 322, 326, 327, 329. 
Beckmann, 11. 

B6haJ, 188. 

Beilstein, 19, 21. 

Bernard!, 125, 132. 

Bertheim, 221, 235, 237. 

Berthelot, 31, 34. 

Bessl, 165. 

Bewad, 18, 19, 22, 26. 

Bielenberg, 74, 84. 

Biginelli, 181. 

Biilmann, 50, 54, 59, 64, 66, 67, 176, 181. 
Biltz, 181, 186, 187, 189. 

Bjerrum, 176. 

Blaise, 26, 142. 

Blaisi, 88, 91. 

Bleekrode, 232. 

Blumenthal, 173, 176. 

Bocohi, 129, 133. 

Boedecker, 168. 

Bogert, 217. 

Bogomolez, 24. 

Bohm, 24. 

Bonitsch, 112, 139. 

Braicovie, 23l 
Brame, 181. 

V. Braun, 208, 

Bredig, 305. 

Breest, 181. 

Brieger, 132, 133, 156, 158, 166, 178. 
Buchner, 65. 

Buokton, 13, 18, 21, 30-36, 39-42, 232, 301, 
313, 333, 336. 

BuUard, 314, 319, 320, 321, 328. 

Burkari 181. 

Buroni, 166. 


Burton, 106, 114. 

Biitlerow, 16-18, 23, 25, 333. 

Bygdon, 247, 250-252, 259, 262-264, 282, 
362 

Cahoues, 11-13, 15. 18, 20, 23, 24, 33. 36, 
37, 43, 220, 232, 233, 302, 304-310, 
314, 333, 336. 

Calingiiert, 339. 

Callis, 304, 305. 

Calmels, 20, 32. 

Calvert, 11. 

Calvery, 38, 39, 43, 44, 77. 

Campisi, 79. 

Cantapulo, 16, 19, 25. 

Carani, 118. 

Carius, 21. 

Cauer, 263, 269. 

Caven, 247. 

Cecchetti, 133. 

Challdcy, 104, 147, 156, 2()(). 

Challenger, 77, 264, 266. 

Chambers, 13, 310, 322, 324, 320. 

Chapman, 19, 21, 33, 37. 

Chattaway, 82. 
dusa, 213. 

Cocconi, 140. 

Coffey, 92, 93, 107, 108. 

Cofifmaim, 5. 

CoUie, 26, 301, 302. 

Corey, 291. • 

Cowpcr, 47. 

Crafts, is, 18, 20, 250, 252. 

Crymblc, 31, 34, 40. 

Csabay, 340, 346, 347. 

Curtius, 65, 

Davies, 265. 

Dean, 68. 

Dolacro, 22, 26. 

Demar^ay, 306, 307, 310. 

Demuth, 20. 

Deniges, 47, 54, 181. 

Dennis, 291-295, 297, 298. 

Desesquelle, 140. 

Diels, 191. 

Dilthoy, 267, 270, 271, 275. 

Dimroth, 33, 41, 72, 90-93, 97, 101, 104, 
105, 112, 121, 139-144, 149, 151, 155, 
162, 166, 196, 197, 204, 208. 
Disselkamp, 337, 345. 

Ditmar, 31, 32, 40, 41. 
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I)n‘In*r, 73 7S, 87“00. 

Dn‘wlu‘1, 13. 
l)r«‘W, iiOM>tt7. 

Dmv. 3II 313. 

Duffurdt 11. 

I Maihaupt, 31, 4K 42. 

I >«ppa. 17, ii», 2l», 22. 2.‘>, 3 1 ,3.3, ,3.‘>, 30, ,38, 

U. 

Duiaiuf, 12, I.\ 


KHOKHAUTINtUa:, 213. 
EdtmnnlofT, 207, 270, 271, 27,). 
Kh<*n‘nft‘ld, I OS, 

Ehrhanl, 73. 

EiidaT, 30, 44. 

Erdmann, 187. 

08, 181. 

Euins, 317, 321, 340, 3I.\34<). 


FAiu.r.ms, 231. 

Fit‘gt‘I, 40. 

10, 10, 20. 

Fink<4H4<*i«, 13, 

Kiir/i, 07, 120. 

KisiduT, 33, 40, Cm, 73. 

Kha‘k, 12, 10, 10, 33, 3«}. 7(4. 

Fleming* St rut la Ts, 04, it Ml, ItiS. 

FiH^t4‘r, 73. 

FuHt<T, 204 207. 

F<)wn«*au, 140, 147. 

Frniu'himunf, Tti, 87. 

Franklttiid, 11, 12, 13, 10 23, 20, 27, ,31 33, 
35, 30, 38 41, 44, 210, 223 22.7, 301- 
303, 300, 313, 333. 

Franklin, 40. 

Fn*u!u!, 17, 23, 

FtiiM, 13. I«, 20, 2.70, 252, 250, 257, 259, 
263, 283, 28-4. 

Fromm, 27. 

Fujimoto, 68. 

Fttr«totthoff, 13, 232. 


(lABAttlNt, 120. 

(lajowakS, 198. 
cy, 20, 23. 

(4annag5, 81, 95, 96. 

(lauerke, 42-44, 

(lar^aroUi-Thumlakli, IK. 22, 24. 20, 
(k*n»8lw, 55, 57, 103, 184, 

(lonxkon, 93. 

Ofsrhardt, 47. 

(Jcnwh, 167. 168. 

Ghira, 31, 34, 301, 333. 

Gibson, 4, 9, 79, 94. 

Oilman, 11, 12, 14-16, 340. 

Oladstonn, IS, 19, 23, 24, 301. 

Glinsky, 190. 

Goddbaux, 122. 

Goddai^ A. E., 36-38, 43, 76, 85, 98. 
220-222, 235-240, 242-244, m, 317, 
322, 324, 338, 340, 342, 343, 345, 346, 
350. 

Goddard, D, (Mm), 76, 221, 222, 302, 317, 
322, 338, 340, 342, 343, 345. 


Goldaoker, 120. 

(loret, 30. 43. 

(Jorininuw, 21. 

(Jould, 31, 34, 30, 37, 40, 43, 44. 
(trabowski, 21. 

(IractT, 77, 87. 

(JratHin, 78, 7<), 88. 

Graham, 20. 

(JranichHiailtrii, 22, 23. 

<ln*f*nlaw, 17. 

<{iv(‘r, .304. 313, 315. 
tlrignard, 100, I {17, 233. 

<inaoro\vitsch, 2,3, 54. 
tlrillo, 213. 
tlrimm, 302, 310. 

{kom\ 3, 5, S, 221, 235, 242, 243. 
tJnittiuT, 5, 12, 13, 14, 10, 20, 28, 33, 70, 
77, 81, 85, 80, 88, 02, t)t-00, 208, 234, 
20.3, 200, 2<H, 302, 303, 305, 307, 311, 
314 , 317, 325, 320. 333 .338, 341-343, 
348, 351, 

Grutziau’, 140. 
t bdrharci, 35. 

Gimtx, 10. 

( IwoBtiow, 2{). 

Haas, 180, mi 
Hackfurd, 270, 271, 282, 283. 

Hajrar, 4, 5, 30. 

UnllwarliH, 12, 232. 

Hamilton, 78, 03. 

Hammond, 100. 

Hanca, 201, 292. 

Hanka, 104. 

Hanwm, 221, 237. 

Hanson, 205. 

Hnnt/.8ch, 53, 56, 144, 146, 198. 

HawUm, :^)8. 

Hart-, 158, 254. 

Hartwig, 13, 221, 237. 

Hi\«enbilumor, 77. 

Haaae, 17, 19. 

H<»idelb(»rger, 113, 129, 205. 

Hoin, 13, 34, 73, 78, 80, 81, 122. 

HoIIor, 304, 312. 
lltdlon, 64. 

Iltmry, 22-24, 45. 

Homy, T. A., 152, 153, 192-105. 

Horman, 26. 

Horrera, 217. 

Ht'irmann, 141. 

H<mmann, 76, 87. 

Houtor, 164, 168, 171. 

Hill, 42-44. 

Hilpert, 5, 12-14, 16, 26, 28, 31-33, 40, 41, 
76, 77, 85, 86, 88, 92, 94, 96, 208, 
234. 

Hinsberg, 21. 

Hirsehfeldcr, 158. 

Hjortdahl, 305, 306, 308-310. 

Holjson, 17, 20. 

Hochwalt, 339. 

Hddgson, 144, 

Hofman, 13, 20. 

Hofmann, 45, 48-50, 62-54, 60, 62, 64, 180- 
182,184^-188, 190. 
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Holtz, 4, 5, 6. 

Holzinaim, 32. 

Howard, 31, 

Ipatiew, 1H, 

.Iaoobs, 113, 120, 20o. 

Jacobsolm, 118, 121, 123, 124. 
tJaoobsoti, 80, 81. 

Japp, 23. 

Jenkins, 233. 

Jenson, 74, 84. 

Job, 25. 

Johnson, 188, 180. 

Jolibois, 333. 

Jones, 32, 34, 38, 79, 80, 95. 

Jurgens, 105. 

Kahlpuss, 19. 

KaUe, 23. 

Kaulfuss, 16. 

Kawamura, 3, 6, 8. 

Keiser, 181. 

K6kul6, 76, 87. 

Kelbe, 82. 

Kenner, 106. 

Kharasoh, 63, 64, 75, 78, 70, SO, 86, 88, 
104, 106, 118, 121, 123-125, 147, 156, 
159, 206. 

Khotinsky, 93, 95, 219, 223, 226, 226, 229, 
284. 

Kipping, 248, 250, 254, 268, 262-272, 275, 
278-285, 287-290, 307, 318, 320, 323, 

325. 

Kirmreuther, 188, 190. 

Klein, 131. 

Klippel, 336, 338. 

Klug, 183. 

Kdchlin, 76, 87. 

Koten, 42, 94, 190. 

KOthner, 187. 

Kjafffc, 77. 

Krassowski, 13, 33. 

Kraus, 3, 6, 8, 31, 266, 294-297, 304, 306, 
313-315, 321, 328. 

Krause, 9, 12, 13, 27, 31, 34, 219-221, 224- 
229, 231, 233, 236, 242, 243, 263, 291, 
302-305, 307, 308, 311, 317, 318, 321- 
323, 326-327, 329, 333-338, 341-345, 
348, 360, 351. 

Kulmiz, 306. 

Kunz, 79, 93, 94. 

Kursanov, 9^ 

Kntsoheroff, 64, 187. 

Laohmann, 16, 18, 22, 23, 26, 292. 

La Coste, 35, 77. 

Ladenburg, 13, 17, 23, 73, 77, 79, 87, 260, 
261, 263-269, 263, 266, 268, 269, 279, 
283, 284, 301, 304-^06, 309, 314, 321, 

326. 

Landolt, 32. 

Lang, 22. 

Lasserre, 63, 64, 67. 

Laubengayer, 291. 

Lavroff, 11. 


Law, 320, 327. 

Lawrance, 13, 21, 301, 333. 

Comte, 181. 

Ticderer, 342. 

Lelmardt, 308, 311, 312. 

Ijt'oue, 233. 

UMs. 26, 301, 302. 

Ijf'uok, 205. 

Uy, 40, 64, 67. 

U>ys, 53, 155. 

Licso, 173. 

Link, 77. 

Linnemann, 33, 44. 

Lippmann, 34, 42. 

Lloyd, 250, 266, 272, 279, 284. 

Loixr, 12, 13, 15, 16, 27, 32, 33, 36. 

Loloff, 142. 

Lommen, 118. 

Louise, 37, 232, 233. 

Lawig, 309, 313, 336. 

Luff, 267, 271, 280, 281. 

Lwow, 17, 21. 

Lyons, 77. 

M*Clblani), 74, 80. 

M‘Ewen, 188, 189. 

Maguire, 181. 

Mahrlcin, 190. 

Mameli, 140, 149, 151, 152, 154. 
Mameli-Mannessier, 151. 

Mamlock, 22. 

Manchot, 58, 142, 150, 154, 155, 183, 181, 
186, 189, 190. 

Marcus, 3, 6, 8. 

Mark, 7. 

Marker, 86. 

Markownikoff, 24. 

Marquardt, 13, 24, 25, 37, 38. 

Marsden, 262-264, 269, 280. 

Marsh, 54, 196, 198. 

Martin, 254, 268, 266, 269, 272, 284. 
Marvel, 4, 5, 31, 34, 36, 37, 39, 40, 43, 44 
178. 

Maschraann, 149, 176. 

Matsumiya, 96, 

Matthews, 31. 

Maynard, 31, 39, 41, 72, 90, 91. 

Meads, 268, 283. 

Melamed, 93, 95, 219, 223, 225, 229, 231. 
Melser, 262, 264, 256, 259, 269, 283, 284. 
Merck, 151. 

Meves, 62. 

Meyer, V., 20, 221, 235, 237, 311. 

Meyer, 236, 333. 

Michael, 25, 26, 64. 

Miohaelis, 35, 73, 76-82, 87, 92, 93, 95, 121, 
122, 141, 143, 225, 227, 228, 229. 
Miohetti, 117. 

Middleton, 139-141, 143, 192, 196. 

Midgley, 339. 

Miller, 23. 

Mills. 215. 

MitoheH, 203, 204. 

MoUer, 335, 338, 343. 

Moore, 22. 

Morgan, 294-297, ' 
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Morgunt>w, 13, 3()3. 

Mories, 81, 08. 

Muller, 32. 

Mumni, 180, 187. 

Murray, 2r»7. 

Nkf. 180. 

Nieuwland, 181. 

Nightingale, U 
Nitwehe, 2UK 221 22t>, 

Nonnnnd* 333. 

NylHTg, ti3. 

0<JHS, 0. 

oaiing, 13, 33, 232. 

Oliveri-Mandalil, 102, 210. 

()j)ja*nheim, 13, 33, til, 173. 

OpjH*nh(‘iiner, o-l. 

OrinierlT, 2t»2 205, 207, 2thS. 

Otto, 32, 31, 41, *12, 73, 7-1 70,70,81,87 01, 
it3, Oti, (t7. 

PAI»I5RI, 21th 

Pnolini, U3, 151, 154, 155, 158, 2tHh 
I’HiH', 13, 23, 24, 2:»0, 251, 253, 255, 257. 
I»atnrii(\ 21, 22. 

PHwIf»\v, 17, 18. 22. 23. 

l>eiU‘hev, 13. 301, im, 307, 308, 311, 312. 

IVbal, 10. 

iVnitoiier, 21. 

IVrkin. 181. 

73-75, 01, 112, 113, UO. 120-124, 
120, 131, 132, 102 «ItW. 
lVU»r«, 77, 78, 87, 88. 03, Itm. 

01 

Pfeiffer, 73, 301. 308 313, 310, 323, 333, 
335 338,340,343,345. 

Pi<*ettrd, 125, 200, 

Pieeimni, 112, 124, 

Piekenft, 11. 

Vlgnrini, 124. 

PlimpUm, 181* 

Pohiantl. 317, 323, 325, 327, 330, 344. 
Poltsok, 180. 

Polin, 250, 202, 266, 207, 200, 310, 330, 340, 
345 347. 

Pomdo, 25, 37. 

Pope, 4, 0, 13, 70, 04, 301, 303, 307, 308, 
311, 312. 

Popjpor, 25. 

Prag«r, 03. 

Ptoekouriakuff, 1*44 140, 150. 108, 204. 
Pmsia, 125. 

Purvis, 74. 80* 

Quikoksi, 232. 

RABXNimsoK, 121, 141. 

Raoky, 284. 

Raffo, 125. 

24. 

244-146, 256, 268, 204. 

Rathicie, 20. 

Recwe, 73,88. 

Ealoh, 9, 25. 

Edbokoto, 280* 


Reiasaus, 344, 348, 350. 

Reissert, 100. 

Reitu‘nstoiii, 112-114, 131, 139. 
llonning, 284. 

Renahaw, 17. 

Kenwanz, 318, 341. 

Ketter, 31. 31. 73, 78, 80, 81, 122. 
Keynolda. 54 . 57. 

R<‘Viu)ao, 47. 

Richter, 227, 228, 

Rieth, 10, 21. 

Robinson, 319-321, 340. 

RobiHOn, 258, 208, 270, 275. 

Rm^der, 88, 91, 142, 

Roman, 215. 

Ko.sen, 2ti(>. 

Ko.s(‘nthal<‘r, 08. 

RoHHi. 125. 121), 133. 

Rothcr, 129. 

Rou.x. 37, 232, 233. 

Kughtnmer, 314. 

Rupp, I4I, 151, 107. 

Rusjimggiari, 112, 124. 

SAfiis, 88, 89, 102-105, 213. 

Saizew, 21. 

Sakauri, 40, 45, 40. 

Sand, 50, 52, 55, 57, 59, 60, 103, 180, 181, 
ia3-185, 201-203, 287. 

Hamlborn, 177. 

ISavt7.<»ff, ISK). 

Stjhafarik, 12, 13, 232. 

Scheix‘r, 13, 316, 322, 324, 320, 328. 
Sehlenk, 3-8, 33, 122, 284. 

Schl5t% 342, 351. 

Schmitt, 20. 

Schmitz, 317, 318, 341, 343, 346, 348, 350, 
351. 

Bchnurmann, 301, 302, 316, 323. 

Schoellor, 58, 59, 65, 66, 126, 129, 164, 171, 
173, 177, 184. 

S<ihoII, 63. 

Sohon, 19. 

Bohorigin, 5, 33, 35, 38. 

Seiiorlemmer, 34, 42. 

Hchrauth, 58, 59, 65, 66, 126, 129, 164, 171, 
173, 177, 184, 210. 

BohrOoder, 39, 41. 

Schtsoherbakoff, 24, 36, 37. 

Sohulomann, 132, 133, 158, 178. 

^hulto, 35. 

Bchnltze, 82. 

Schulze, 11, 12, 14-16. 

Schwalbe, 101* 

Sohwarze, 77, 87. 

Seidel, 32, 35, 30, 41. 

Seiler, 190. 

Sell, 34, 42. 

Selzni, 47. 

Seregenkoff, 284. 

Sessions, 304, 314. 

Sharp, 152, 163, 192-195. 

Singer, 59, 60, 181, 183, 201-203. 

SmlSi, 37. 

Smith, 0., 203, 204. 

Smith, H., 307, 318, 320, 323, 326. 
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Sneed, 39, 41. 

Sobero, 47, 

Soderback, 74, 89, 

Sperry, 215, 

Ssiraonowitsch, 10, 10. 

Ssokoloff, 25, 37. 

Stamm, 113, 131. 

Stavelov, 63, 64, 

Steinkopf, 42, 63, 74, 75, 82-8*1, 86-89, 94, 
96-101, 222. 

Stock, 223, 224. 

Stoehr, 50, 52, 183. 

Streckor, 40, 42, 309. 

Struensee, 177. 

Suida, 35, 42, 76. 


Tabbbn, 292-295, 297, 298. 

Tafel, 37, 38, 43, 335. 

Tartarini, 132. 

Tanrke, 250, 251, 253, 256. 
von Than, 45. 

Thiele, 190. 

Thomas, 234. 

Thiimmel, 186. 

Thurman, 78, 79, 93. 

Tiffeneau, 81, 95, 96. 

Tolkatschew, 18. 

Travers, 181. 

Tribe, 18, 24. 

Truskier, 73, 333, 336, 337, 340, 345. 


XJthemann, 191. 


Vboohiotti, 112, 116-118, 130, 131. 
Vna, 146, 147. 


Volhard, 97, 99. 

Vyle, 268. 

Waoa, 16. 

1\ agh‘r, 34, 73, 78, 80, 81, 122. 

Wagner, 21, 22, 24. 

Walden, 34. 

Wanklvn, 5, 16, 20, 21, 27, 45. 

Wayler, 31. 

Weehuizen, 192. 

Weller, 80, 95. 

Wendt, 9, 12, 220, 233. 

Werner, 22, 23, 32, 34, 40, 79, 80, 95, 309. 
Wliite, 207. 

Whitmore, 78, 79, 93, 108, 122, 134, 139- 
141, 143, 162, 164, 192, 205. 

Wihaut, 105. 

Wiohelhaus, 13, 19. 

Widdowson, 254. 

W'ilcox, 23. 

Willgcrodt, 35, 41, 76, 87, 88. 

Winkler, 13, 292, 293. 

Wischin, 20. 

Witt, 59. 

Wolff, 79, 95. 

Wolffenstoin, 22. 

Woodward, 162, 164. 

Worobjeff, 16. 

Wrenshall, 68. 

Wunstorf, 168. 

Wurtz, 21, 74, 79. 

Zbohmeistbr, 340, 346, 347. 

Zeidler, 223, 224. 

Zeiser, 36, 79. 

Zelinsky, 26. 

Zinin, 44. 
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XJi,- liuhx Is arran«e<i under headini^s of oloiuonts placed in their order of 
apjH‘arin^j!; in f ht' PiTiodie Clusaiheafion. Whc‘it‘ more than ono roforciKJO is given those 
reft*n‘ne<‘s in italics indieat<‘ wb‘n‘ the pr«‘ {Miration and properties of the compound in 
question may }h‘ found. 


LiihiunK 

Lithium iM«imyh o. 

M /oimtvh 4. 

ethyh;L4. 

„ methyh /. 

„ phi'ijyh .'L 'V. 

tri{>henyImeth^\L h, 

tSodinm, 

Sodium imunyU 

p-anisyl-biplienyleiie-methyl, 8. 

„ iM‘tt7,yl, ih 

»» Inphenyl<*ne-ph<‘nyl- met hyl, 7. 

di-hiijhenylyl-a-mujhthyl-mefhyl, 7, 
ethyl, 4, ar». 

„ met hyl, 33. 

|»lu‘«yl, 0. 

idu'nyI-hii>lu*nylyI-«-nHphthyI-inethyI, 7. 
„ triphenylmefhyl, JJ, 6’. 


Potimiidfu 

Putassium tri{>ht*nylmethyl, 8 , 


liubidiutn ethyl, 8. 

„ triphenylmethyl, 8 - 


Ruhitiiunh 


Cfiueium ethyl, 8. 

„ triphenylmethyl, 9. 

CttprouB phenyl, 3, P. 


Cwsium. 

Copper, 


tHiher, 


Silver phenyl, 4, P. 

„ ,, , comiKmnd with silver nitrate, 3W^ 


Gold. 

Amminodiethylaurio bromide, 10« 
Diethylaurio bromide, 3, P. 

Ethylaurie dibromide, 10. 

Calcium, 

Oaleium, oi^fanie oomplexea of, U. 


Beryllium. 

Beiyllinm n-butyl iodide, 15, 

„ di-n-butyh 15. 

„ diethyl, 11, U, 36. 

VOL. XI. : L 


385 


26 



386 


ORGANOMETALLIG COMPOUNDS. 

Beryllium dimethyl, 12, IL 
„ diphenyl, 15. 

dipropyl, 11, 75, 37. 

„ di-^)-toiyl, 15. 

„ ethyl bromide, 15. 

„ „ chloride, 15. 

„ „ iodide, 15. 

„ methyl iodide, 12, 14, 15. 

„ phenyl iodide, 12, 15, 


Magnesium diethyl, 12, Id, 36. 

„ dimethyl, 75, 33. 

„ diphenyl, 12, id, 76. 

„ dipropyl, 16. 


Zinc. 

Zinc di-i«oamyl, 12, 25, 38. 

„ s» j physical constants of, 357. 

„ di-iaobutyl, 24. 

„ „ , physical constants of, 357. 

Zinc diethyl, 8, id, 19, 20, 25, 26, 29, 33, 36, 231, 224, 237, 250, 251, 255-257, 259, 
263, 292, 301, 302, 332, 333. 

„ „ , reactions of, 20-23. 

„ „ , physical constants of, 357. 

„ dimethyl, 12, id, 17, 21, 25, 27, 31, 33, 223, 248, 258, 303, 333. 

„ „ , reactions of, 17, 18. 

„ diphenyl, 13, 26, 76, 316. 

„ dipropyl, 23, 37, 250, 302. 

„ „ , physical constants of, 357. 

„ di-taopropyl, 24. 

„ ethylate, 18. 

„ ethyl i^obutyl, 357. 

„ ethyl iodide, 25. 

„ „ w-propyl, 357. 

„ ethyl trichloroethylate, 26. 

„ methylate, 17. 

„ methyl ethylate, 18, 25. 

„ „ iodide, 16, 

„ „ methylate, 17, 25. 

„ isopropyl isoamyl, 357. 

„ w-propyl isobutyl, 357. 

„ isopropyl iodide, 26. 


Cadmium, 

Cadmium di-isoamyl, 28, 358, 359, 

„ di-^i-buty], 28, 358, 359, 

„ di-isobutyl, 28, 358, 359. 

„ diethyl, 27, 36, 858, 359, 

„ dimethyl, 27, 358, 859, 

„ diphenyl, 14, 28, 76. 

„ di-w-propyl, 28, 358, 359, 


Mercury, 

Acetaldehyde, mercuration of, 47. 
i-Acetaminobenzoio acid, mercuration of, 172. 

i-Aoetamiuophenylmerourio acetate, chloride, hydroxide, sulphate, m, 125. 
Acetanihde, mercuration of, 124. 

Acetic acid, „ „ , 58. 

„ acids, substituted, mercuration of, 64, 

Acetone, reaction with mercuric cyanide, 54. 

»» 99 „ 9 , acetate, 55. 

Acetophenone, mercuration of, 196. 

Aceto-diethyl-methyl-mercurio chloride, 65, 
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Accto*dimothyl-methyl-incrcuric chloride, 05. 

Aeetoxyniercuri-accto-o-toluidide, 130. 

>» »t »» f 131. 

♦ It '»'! -♦» »» )> f 131. 

-acetylaiithramlic methyl ester, chloride, J/0, 17 L 
„ „ -^-aniinobenzoic ethyl ester, chloiide, sulphide, 164, 174, 175, 

M „ , mercuric acetate salt of, 174. 

„ jr>.avoainylphenoI, 153. 

aniline, compounds from diazotised, 205, 

„ „ auisole, 14U 142. 

,, ,141,142. 

„ „ -aiithranilic methyl ester, 109. 

„ „ -lK^3izencazo-p-cri»8ol, chloride, 204. 

„ -^-l)enzcncazo-a-naphthol, 204. 

„ „ lM‘nzeneazo-I-naphthylamine-5-suIphonio acid, 205. 

>, „ „ -o-nitrophenol, bromide, 204. 

», 1, ,, “phenol, 20t>. 

» „ -rest^reiuol, 205. 

„ „ -iHuizwline, hydrochloride, 132. 

„ •/;i.s’-lH*nzeneaz<»-«-naplithol, 201. 

„ „ -p-hromodimethyluniline, Ul, 12± 

It -//-3V>l)uti>xy-/i-phcnylpropionic m(‘thyl (‘ster, anhydride, 178. 

„ „ r/.-butylpIu‘noI, 153. 

„ carvutTol, 152. 

-p-<*hk>roacctanilide, 120. 

.. M -;>»t‘hloroani2ine, <icetyl derivative, hydroxide, chloride, 118. 

-0- „ , hydroxide, anetyl derivative, 117. 

„ „ -p-en‘aol, 137, !50, 

„ „ ■<»-en^Hol, t‘hh»ri<le, nitrate, 140. 

,, *, ,, „ ,, , 149. 

„ -3*<liuct*1oxymercuriphcnyi-r)-pyrazolon(‘, dichloride, 213. 

„ „ -diHCctybo-nitraniline and acetyl derivative, 119. 

„ „ -2 : 4 •dichloroanilints acctvl dei’ivalivc, chloride, hydroxide, 111, 

US, 

,, M I'-dhdhylaminoaztdKmztuit*, 2lh5. 

„ ■m-dim<dhyIamin(»Rniaole hy<inK‘hlori(h‘, 147. 

.. ,> 4'-tiiniethyIufninoazolKtnzcne, 205. 

„ „ •m-(limoihylamim»phetio!, 147. 

„ -wi-diinothylaminophenyl aeetati*, 137, 147, 

„ „ -dim(»thylanthmnilic methyl ester, oldoride, bromide, iodide, 172. 

„ „ -dinudhyl ether, chloride, 184. 

„ „ dimethyl-|?-toluidine, chloride, bromide, iodide, hydroxide, nitrate, 

132. 

„ „ -diphenylamino, ohltjritle, hydroxide, 125. 

„ „ .j?.cthoxy«^-pheuylpropic>nic methyl osier, chloride, bromide, 

iodide, internal anhydride, 177. 

„ ,« -^-ethoxy-/?- ph<‘«ylpn»piophenone, 196. 

„ „ -ethylanthraniluj ethyl methyl estor, 172, 

„ „ -ethylmethyl ether, 58, 1S4, 

„ „ formic i*thyl eat<*r and <h‘rivalive8, 58. 

„ „ „ methyl „ „ „ ,58. 

„ -3-hydroxybenzaIdehyde, 193. 

„ „ -jJ-Kydroxysuooinic acid, derivative of, 67. 

y» ,♦ -4-hydroxy-2-methyI-5-i«opropyl-benzaldohyd©, 152. 

„ „ -3-hydroxy-totrahydK)naphthaIone, 103. 

„ „ *o-iodoanuin<s hydroxide, iodide, 118. 

„ „ „ „ „ , acetyl derivative, 118. 

„ „ -6dodothymr>l, chloride, bromide, oxide, 152. 

„ „ -^-methoxy-^-phenyl-p-ehloropropiophenono, 197, 

„ „ „ „ ./5-phenylpropionio ethyl estor, benzyl ester, 178. 

„ „ „ „ „ „ „ 1-mcnthyl ester, chloride, bromide, 

178. 

„ „ „ „ „ „ „ me%l^ester, chloride, bromide, 

II ]l Dtt^yiantlu^^ chloride] bromide, iodide, 171. 



388 


ORGANOMETALLIC COMPOUNDS. 


l-Acet<»xynu*rcurimt‘thyl"4-bromo-l : 2-dihydrobcnzofuraue, 210. 

1- „ „ -1 : 2 -dihydrobo» 2 ofurane, chloride, brtnuidc, iodide, 215. 

y-Acetoxyniercuri-methyldiphenylamine, hydroxide, 120. 

3- „ ' „ -1-methylindole, 214. 

l-Acetoxymercurimethyl-O-methyl-l : 2-dihydrobcnzofurane, 210. 

1" »> “*5" „ ,» •» , 21b. 

1“ S> » »> “4“ „ »» 97 77 7 21b. 

3-Acetoxymercuri-2-methyl-l-plithalyl indole, 214. 

„ „ -JV-methylthiodiphenylamine, 126. 

1- „ „ -j^-naphithol, 138, 158, 

2- „ „ -l-naphthol-4-sulphomc acid (sodium salt), 138, 157, 

1- ,, „ -2- -6- „ ,, ,, ,> 9 138, 158, 

1- „ „ -j^-naphthylamine, 133. 

p- „ „ -o-nitroanilino. 111, 118^ 

P* ,, ,, -'Wi- „ ,, ,116. 

0 - „ „ ., „ , acetyl derivative, 120, 

8(?)- „ „ -3-mtro-4-bonzoneazo-a-iiaphthol, 204. 

8(?)- „ „ -4- „ -2- „ „ „ ,204. 

6- „ „ -3-nitro-4-hydi’oxybenzaldehyde, 194. 

,, ,, -2- „ -3" „ ,, , 195. 

o- „ „ phenetole, chloride, broniidt?, iodide, 143. 

p“ ,, t, „ , 14Sf 144. 

0 - „ „ phenol, hydroxide, internal oxide, bromide*, iodide, nitrate, sul- 

phate, 140. 

p“ „ „ jihonol, hydroxide, bromide, iodide, nitrate, sulphate, 140. 

2- Acetoxyniercuriphenylglyoine, ethyl ester, 127. 

a-Aoetoxymercuri-j5-propoxy-j5-phenylpropiomo methyl ester, cliloride, bromide, 
iodide, internal anhydride, 177. 

a- „ -j5-wopropoxy-j5-phenylpropionicmcthylestci',anhydride, jf?'/, 77^. 

„ „ -salicylic methyl ester, 162, 167, 

77 77 77 ethyl ,, , 167. 

2- „ ,, thymol, chloride, bromide, nitrate, oxide, sulphate, 757, 752. 

6- „ „ „ , bromide, hydroxide, „ „ „ , 152. 

6- „ „ toluene-2-azophenol, 205. 

„ o-tolylglyoine ethyl ester, 128. 

„ „ w- „ „ „ „ , anhydride, 129. 

77 77 P" 77 77 77 77 77 7 129. 

6- „ „ -o-toluidine, 129. 

6- „ „ -m- „ , 130. 

„ „ -jp- „ , chloride, hydroxide, 131. 

Acetylene, interaction with merourio salts, 186, 187, 

Acetylene mercury,” 186. 

„ „ oxychloride, 186. 

„ tetrabromide, interaction with merourio cyanide, 189. 

Acid anilides, mercuration of, 124. 

Acrylic acid, „ „ , 66. 

Aldehydes, mercuration of aHphatic, 53. 

Aliphatic acids, unsaturated, mercuration of, 66. 

A1%1 mercuric halides, electrolysis in liquid ammonia, 30, 31. 

Alkyl phenols, mercuration of, 153. 

Allylacetoxime, reaction with merourio acetate, 202. 

AUyl alcohol, mercuration of, 47, 50, 
jp-Allyl anisole, mercury derivatives of, 143. 

AUylene, interaction with morourio ^ts, 187, 188, 

AUylmercurio hydroxide and salts, 44, 45, 

,, „ iodide, 33, 44, 

o-Allylphenol, mercuration of, 215. 

1 : 8-Amidonaphthol-3 : 6-disiilphonic acid (H acid), reaction with mercuric salts, 158. 

^ • 8- 97 ,y “4 : 6- ,, „ (K acid), „ ,* „ ,, , 158. 

1^8- „ „ -4-sulphonic acid, reaction with mercuric salts, 158. 

w-Aminobenzoic acid, mercury derivatives of, 172. 

P' 77 77 77 and esters, mercury <lerivatives of, 17S -176\ 

Aminomethane disulphonic acid, mercuration of, 68. 

Aminophenols, mercuration of, 147, 
o-Aminophenylmercurio acetate, 111, 775. 
o- „ „ , acetyl derivative, 116. 
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o-Aminophonj'^Imercuric aoetiit^, condensation wth diintroplienylpyridinium chloride, 

)>• .» .. M 222. 

P* »» „ » acetyl derivative, 1 13, 

P* M It it ^ t*<'J^densation wilii dinitrophenylpyridinium chloride 

, . , , . . propargyl acetal, 118, 114, 

p-Amiiiuphenyimercune eiiloride, IIS, 1 10, 222, 

P" ^t ♦* 99 , cimdensution products, 115, 116, 

P“ M ,, hy<lri>xide and salte, 114--U6. 

9. thiosulphate, 115, 116 , 

m-Anunophenyl-triniethylainnioixium chloride, nierouration of, 149, 

«-Ainylacctyient‘, inereuration of, 188. 

Amyl nlc(diol, „ „ , 47, 

iVo-Amyl hydroxy inercuri-^xci-iiitro-acetate aniiydride, 04. 

I n-Amylinereurie bromide, 44. 

/€rt»" ,, ,, ,, , do, 4 i, 

%fo~ „ „ chlorhle, 38, 44, 87, 3()(). 

uo- „ „ iodide, 38, 44, 

wo-Amylphenol inereuration of, 153. 



,20G, 

*4^- 206. 

„ -«-hydrt»xy-ineivuri benzoyl acetic lieid, 03. 

„ -a-hy<ln>xyinercuri-a-hydr<»xymethyl Hiu‘(‘inic acid, derivatives of, 67. 
AuiUiu‘», halo> 5 t‘nated, inereuration of, 117, 

«*AuiHdo fatty i^cida ami cst^^irs, nienmration of, 120. 

Aniaole, inereuration of, 137, 14 L 
Anifiyiindole, mt‘rcurtttion of, 214, 

^i^Anisylmertmrio (*idori(h% 87, 140, 230. 

,, „ oxide, 142. 

Aiithranilic estem, inereuration of, 166, 16H-171, 

Apiol, mermiration of, 137, 155, 
ww-Apiol, „ of, 137. 

Aromatic a<’id«, mennirathm of, ItK). 

„ nitro compoundn, mcroundion of, 104-108. 

„ sulphonio acids, „ „ , lOS, iOlK 

Aryl hydroxy-fatty acids, „ „ , 08. 

Ary loxy-fatty seals, „ ,,.191. 

Aao compounds, inoreurated, 208 ‘205, 

Behenolio ost<^rs, morcuiration of, 08. 

Benzalaoetophenomv „ „ , 190. 

Benzoncazophcnol, „ „ , 203. 

Beuxoneazo-p*oresol, „ ,,,204. 

Benzeno attlphonh^ iwud, men-iiratiou <»f, 109. 

Be&sddcne, „ „ , 132. 

Benzoic acid, „ „ , 160, 162, 

Benzophenono, „ 197. 

Benzoylaoetio acid, „ „ , 03. 

m-Benzoylaminolienzoio acid, mercaration of, 173. 

Benzcylmethyi-morottric chloride, 03. 

3 >-BenzyIammophenylmcrourio acetate, ohlorido, hydroxide, nitrates, 124. 
Benzylaniline, mcrcuraMon of, 124. 

Bonzyimeroui:^ acetate, 95. 

„ „ bromide, iodide, 86, 95, 

„ „ chloride, 80, 85, 87, 94, 

n „ cyanide, 95. 

„ „ ethyl xanthate, 191. 

Bemyl mereuxy compounds, 79, 80, 94, 95. 
p-Bismerourianiune, 222. 

p-^Bromodimethylaniline, mcrouration of, 111, 122, 

4- Bit>mo4-hydroxy4-aoetoxymerouri-l-triaoetoxymerouriphenyl-2 : 3-dimethyl-5« 

pyrazolone, chloride, hydroxide, 212. 

Bromomeroud acetic acid, 58. 
o-Bromomerouri benzoi^ienonc, 198. 

5- „ „ »2*bromothiopheQe, 99. 
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a-Bromoniercuri camphor, iodide, 200. 

5- „ -2-chlorothiophene, 99. 

5- „ „ -2 : 4-cLiplien\l-selenophene, 217. 

a- „ „ -j5*ethoxy-^-phenylpropiophenone, 197. 

„ -ethyl methyl ether, cliJoride, iodide, sulphide, 184. 

2- „ „ -3-hy(lroxy-tetrahydronaphthalene, 103. 

„ „ -2-it)dothiophene, 99. 

a- „ „ -^"^-nlethoxy•;>-pheuyIp^opiophenone, 197. 

1- „ „ inethyl-4‘brumo.l : 2-dihydrobonzofurano, 21G. 

.7- „ „ -2-met!iylthiophem*, 101. 

4- „ „ -2-iiitrufoluene, 107. 

2- „ „ thiophene, 98. 

4- Bromo-l -phenyl-2 : 3-diinethyl-5-pyrazulone, nierciiration of, 212. 
o-Bromophenylmercuric acetate, cldoride, 1U4. 

,, ,, *, .. , l04. 

p- „ ,, „ , 104. 

Butanol mercuric chloride, bromide, 183. 

Butene mercuric iodide, 185. 
rh-Butylacetylene, mercuration of, 188. 

/isobutylene, interaction with nw-rcunc .salts, 18,7, 
i.so- Butyl hy(lruxymercuri-flri-uitro-at*i*tat(‘ anh\dride, 04. 

«-Butylmereuric bromide, iodide, 43. 

„ „ chloride, 43, 87. 

„ „ „ ethyl xanthate, 191. 

„ „ hydroxide and salts, 43. 

wc.- „ chloride, 43. 

„ „ „ bromide, 30, 43, 

„ „ „ iodide, 38, 43, 

krt.- „ „ bromide, 30, 43, 

fcrt.-Butylphenol, mercuration of, 153. 

Camphene, mercuration of, 200. 

Camphor, „ „ , 193-200, 

Camphor carboxjdic acid, mercuration of, 200. 

Cane sugar, mercuration of, 47, 50. 

Cellulose, „ „ , 47. 

Carbon disulplude, reaction with alkyl or aryl mercuric hydroxides, 190. 
CarvdCTol, mercuration of, 137, 152, 

Carvucrulaldehyde, mercuration of, 152. 

Chaulmoogrie add, „ „ , 08. 

5- Chloru-4-acetoxymt rcuri-l-phenyl-3-metIiylpyrazulone, dichloride, 213. 
o-C'hlHroaniiine, mercuration of, 117. 

iii~ ,, ,, ,, , 118. 

P" .« »» j ll8. 

Chk»ratodimercuracetaldehyde, 53. 

Chloratutriraercuriacetaldehyde, 53, 1S7, 

Chloromereuri-aeeto-o-t oluidide, 1 30. 

2-Chloromercuri-2-acetyl-indandione, 198. 

„ „ -j?-ammoben 2 oic acid, 174. 

„ „ amyloxy-dieyclopentadiene, 190. 

5- „ -2-iiSoamylthiophene, 100. 

0 - „ „ anisole, bromide, 141 ; iodide, 137. 

P‘ „ „ 9 137, 142 ; bromide, iodide, 142. 

„ „ -anthranilic methyl ester, 169 ; bromide, iodide, 170. 

0 - „ „ benzoic acid, sodium salt, 161, 163, 

P’ „ 9 ) „ „ , 161, 162, 163, 164 ; bromide, iodide, 163, 164. 

p- „ „ 9 , „ , acid chloride, ?? -butyl ester, 164. 

0- „ „ benzoic methyl ester, 162, 164, 

0 - „ „ benzophenone, 197. 

0- „ M benzoyl chloride, 162, 164, 165. 

5- „ „ -2-benzylthiophene, 70, 83, 101. 

O’ „ „ -jp-bromodimethylaniime, bromide, formate, hydroxide, iodide, 

thiocyanate, 123. 

5- ,. „ -2-bromothiophene, bromide, iodide, 99. 

a- „ „ camphor, 199. 

2- „ „ -2-carbethoxy-indandione, 198. 

5- „ „ -2-carboxyl-tliiophene, 99. 
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jpDhloromercuri-o-chloroaniline, 119. 

0- , 118. 

5- „ „ -2'Chloxothiophene, bromide, iodide, 98, 

j> -^-cresol, 137, 150, 

„ „ „ „ , benzoyl derivative, iodide, 150. 

„ „ „ „ methyl ether, 151. 

6- „ „ -2 ; 4-dichloroaniline and acetyl derivative, 118. 

3- „ „ -2 ; 6-dimethylthiophene, 70, 84, 102, 

2“ „ „ -3 j 4- ,, „ , 102. 

5- ,, „ -2 : 3- „ „ , 102. 

5- ,, „ -2 : 4- „ ,, , 102. 

5- „ „ -2 : 4-diphenyl-selenophene, 217. 

3- „ „ -2 6- „ thiophene, 103. 

„ „ ethoxy dicylopentadiene, 190. 

5- „ „ -2-ethylthiophene, 101. 

3- „ „ -2-hydroxy-2 : 3-(iihydro-2 : 5-dimethylthiophene mercuric chloride, 

101. 

5- „ „ -4-hydroxy-4 : 5-dihydro-2 : 4- „ „ „ „ 

102. 

5- „ „ -4-hydroxy-3-methyl-6-isopropylbenzaldehyde, acetate, 153. 

3- „ „ -m-hydroxyphenyl-trimethylammonium anhydride, 148. 

3- ,, „ -P“ „ „ ,, „ acetate, 148. 

2- „ „ indandione, 198. 

2- „ „ -5-iodothiophene, 83. 

5- „ „ -2- „ „ , bromide, iodide, 99. 

3- „ „ -4-methoxy-l-dichloromercuriphenyl-2 : 3-dimethyl-5-pyrazolone, 

211. 

3- „ „ -4-methoxy-l-dlchloromercuriphenyl-3-methyl-2-ethyl-5- „ 

211. 

„ „ methoxy dicyclopentadiene, 190. 

1- Chloromerourimethyl-4-bromo-l : 2-dihydrobenzofurane, 216. 

1- „ „ -6-carbomethoxy-l : 2-dihydrobenzofurane, 216. 

1- „ „ -4-carboxy-l ; 2- ., „ , 216. 

1* 9 ) 99 ”6- 99 1 s 2- ,, ,, , 216. 

1- 9 , „ -4-oarboxyvinylene-l : 2- „ „ , 216. 

(Chloromercuri methyl)-ethyl phenyl carbinol, 196, 
l-Chloromercurimethyl- 6-methyl- 1 : 2-dihydrobenzofurane, 216. 


1 - 

1 - 

?- 

?- 

1 - 

5 - 


4- 

2 - 

6 - 

4- 

3- 

3- 

4- 
6 - 

5- 

5 - 
4- 

6 - 
2 - 
3- 


-5- „ „ „ „ 9 216. 

"4- ,9 9, ^ ,, 9, , 216. 

-2-methyl thiophene, 99. 

-3- 99 9 , , 99. 

-j3-naphthol, 158. 

-3-nitro-4-hydroxybenzaldehyde, 194. 

-4- ,9 -3- 99 „ , 195, 

-2- ,, -3- 9, „ 9 195, 

-2-nitrophenol, 144. 

-4- „ 9 145. 

-2- „ 9 145. 

-2-nitroresorcinol, 156. 

-5-nitrosalioylal aniline, 193. 
-5-nitrosalicylio acid, 168. 
-2-mtrotoluene, 107. 


- 2 - 

- 2 - 

-3- 

-3- 

-3- 

-4- 

-4- 


107. 

107. 
, 108. 
, 108. 
, 108. 

108. 
. 108. 


^-Chloromercuri phenetole, iodide, 137, 143 ; bromide, oxide, 143. 
o-Chloromercuri phenol, 137, 139, 140, 141. 

„ „ 9 , , acetyl derivative, 139. 

„ „ 99 , sodium salt, 137, 140, 

(2-Chloromercuriphenyl-a-amino) propionic ethyl ester, 127, 
2-Chloromercuriphenylglyeine ethyl ester, bromide, iodide, 127. 
5-Chloromercuri-2*phenyl thiophene, 99. 
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i-ChloroineroTiri-2-w-propyl thioplieiie, 100. 

- „ „ -3-wopropyl „ , 100, 

„ „ resorcinol, 138, 1^5. 

I- „ „ salicylaldehyde, 193. 

(- „ „ salioylal anUine, 193. 

\~ „ „ salicyHo acid, salts, bromide, iodide, 166. 

t- „ „ „ metbyl ester, 167, 

„ „ thiolbenzoic acid and ethyl ester, 166. 

5- „ „ thiophene, 70, 83, 98, 222. 

>- „ „ -o-tolnidine, diacetyl derivative, 129, 

Chloromeronri thymol, sodium salt, 151. 

)-Chloropheiiylglycollic acid, merouration of, 191. 

>-Chlorophen.ylniercnric acetate, chloride, 104. 

V- „ ,, ,, „ , 104. 

)- ,, ,, ,, , 104. 

?- „ „ chloride, 78, 104. 

)-Chloro-l-phenyl-3-methylpyrazolone, merouration of, 213. 
J-Chlorotoluene-6-sulphonio acid, merouration of, 109. 

Gimamic acid, merouration of, 161, 176. 

Citraconic acid, „ „ , 67. 

i-Cravoxy-propionio acid, merouration of, 191. 

)-Cresol „ „ „ „ , 137, 149. 

0- „ ,, ,, ,, „ , 137, 149. 

„ methyl ether, merouration of, 137; 150. 

Crotonic acid, mercuration of, 67, 

Cumylmercurio chloride, 95. 

Cyanoacetio acid and esters, mercuration of, 62. 

)-C^anomercuri niethyl-2 : 4-diphenyl-selenophene, 217. 

[- „ „ „ -1 : 2-dihydroben2ofurane, 217. 

[-Cyanomerouximethyl-4-methyl-l : 2-dihydrobenzofurane, 217. 
Cyanomerouri-salioylic acid, 168. 

C^rclohexenecarboxylic ester, mercuration of, 68. 

Cyclohexyhnercuric bromide, 95. 

„ „ chloride, 87, 95. 

„ „ cyanide, iodide, sulphide, 96. 

„ mercury compounds, 81, 95, 96. 

Cyclomercuri pentamethylene, 208. 

Cyclomercuri pol 3 anethylenes, 208-210. 

C^clopentadiene, reaction with mercuric chloride, 190. 
Diacetoxymercuri-aceto-o-toluidide, chloride, bromide, iodide, 130. 

» -w- „ 131. 

)■ ,, ,, „ -wi- „ 131. 

r-^aoDiacetoxymercuri-p-aminobenzoie ethyl ester, 162, 173, 174. 
Diacetoxymercuri-p-aminobenzoic acid ethyl ester, dichloride, acetyl derivative,176. 

1- „ „ -a-amino) propionic ethyl ester, 127. 

i- „ „ -p-woamylphenol, 153. 

t- „ „ aniline and acetyl derivative, 116^ 117. 

„ „ anisole, 142. 

r-iaoBiacetoxymerouri-anthranxIic methyl ester, 162, 168. 
t-Diacetoxymercuri-anthranilic methyl ester, 169. 
i' „ „ -p-feri.-butylphenol, 153. 

„ ,, carvacrol, 152. 

i- „ „ -o-ohloroaniline, 117. 

» » -u- „ „ and acetyl derivative, 117, 118. 

8- ,, „ -p-cresol, 149. 

» »» compound with diazotised sulphanilic acid, 206. 

-o-oresol, chloride, nitrate, 149. 

,j „ -o-oresolphthalein, 207. 

„ „ dimercuii-4-hydroxybenzaldehyde, 194. 

»» » » -2-mtro-3-hydroxybenzaldehyde, 195. 

»> „ ■4-ethoxy-l-diaoetoxymercuriphenyl-2 ; 3-dimethyl-6-pyrazalone, 

211. 

>> guaiacol and derivatives, 154. 

»» » 'P-bydro3!yphenyl-trimethylammonium acetate, 148. 

>» »» -4- methoxy- 1 - diacetoxymercuriphenyh 2:3- dimethyl- 5 - pjnrazo- 
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3:4- 


3- 


4- 


4- 


pyra- 
2 - ethyl- 


2:4- 

2:4- 

o-p- 

2 : 6 - 


3 : 4-Diacetoxymercuri-4-methoxy-l-diaoetoxyniercuriplieiiyl-3-methyl-2-ethyl-5-pyra- 

zolone, 211. 

-4-methoxy-l-acetoxymercuriplienyl - 3 • methyl - 5 - pyrazolone 
and dichloro compound, 212. 
-4-methoxy-l-diaeetoxymercuripheny] - 3 - methyl - 5 
zolone, 212. 

•4-methoxy-l-[diacetoxymercuri-o-tolyl]-3-methyl 
pyrazolone, 211. 

-4-methoxy-l-[diacetoxymerouri-p-tolyl]-2 : 3-dimethyl-5-pyrazo- 
lone, 211. 

-i\^-methylthiodiphenylamine, 126. 

-a-naphthol, 138, 167, 

-a-naphthylamine. 111, 1B2. 

-w-nitroaniline, and acetyl derivative, 119, 

-P* „ » , 120. 

„ „ -5-nitrosalicylio acid, 168. 

2 : 4-Diacetoxymercuri phenetole, 144. 

„ „ phenol, dichloride, 140. 

(2 : 4-Diacetoxymercuriphenyl-a-amino) butyric ethyl ester, dichloride, dibromide, 

di-iodide, 128. 

( »» >» « ) wovalerianic ethyl ester, 128. 

4 : 6-Diacetoxymercuri resorcinol dimethyl ether, 138, 166, 
salicylal aniline, 193. 
salicylaldehyde, 192. 
thiophene, 98. 

thymol, sodium salt, anhydride, hydroxide, chloride, nitrate, 151. 
„ „ -o-toluidine, 129. 

»» „ -m- , hydroxide, chloride, bromide, 130. 

»> » 99 if it „ , 130, 

„ „ -o-tolylglycine ethyl ester, 129. 

,, -2:4 : 0-tribromobenzeneazo-phenol, 203. 

Diallyl barbituric acid, merouration of, 68. 

Diazo-acetio esters, „ „ , 65. 


2:5- 

3:5- 

2 : 6 - 

2 : 6 - 

2: 5- 


Dibonzalacetone, 


. 197. 


Dibromoethylene, reaction with mercuric cyanide, 188. 

Dibromofluorescein, mercuration of, 208. 

Dibromoraercuri-di-t5opropyl ether, iodide, 185. 

2 : 4-DichloroaniIine, mercuration of, 118. 

2 : 5-Dichlorobenzene sulphonic acid, mercuration of, 109. 

3 : 5-Dicblorodimerouri-4-hydroxybenzaldehyde, 194. 

2:6- „ „ -4-nitro-3-hydroxybenzaldehyde, 195. 

%m.-I)ichloroothylene, reaction with mercuric cyanide, 188. 

(4 : 6) ?-T)ichloromercuri-w-aminophenyl-trimethylammonium acetate, 149. 

„ „ benzophenone, 198. 

4:6- „ „ -o-ohloraniline and acetyl deriv., 117. 

4:5- ,, ,, -0* „ „ , 118. 

„ „ cyolopentadiene, 190. 

2:5- „ >, 3 : 4-dimethylthiophone, 85, 102* 

2:5- „ „ 3-ethylthiophene, 85. 

„ „ fluorescein, 208. 

3:5- „ „ -o-hydroxyphenyl-trimethylammonium anhydride, 148. 

(2 ; 4- „ „ phenyl-a-amino) propionic ethyl ester, 128. 

3 : 5- „ „ pyridine, 213. 

„ „ resorcinol, 138, 166. 

2:6- „ „ thiophene, 84. 98. 

„ „ „ „ , reactions of, 70. 

Dichloromonohydroxy-trimerouri-acetic acid, 188. 

Dicyclopentadiene, reaction with mercuric chloride, 190. 

p-Diethylaminophenylmercurio acetate, chloride, oxide, hydroxide, quaternary 
ammonium compound, 124. 

Diethylanilino, mercuration of, 124. 

Diethyl diallylmalonate, mercuration of, 68. 

Diethyl o-phenylenediacrylate, mercuration of, 68. 

2 : 6-Diformoxydimerouri-4-nitro-3-hydroxybenzaldehyde, 195. 

3 : 5-Dihydroxydimerouri-4-hydroxybenzaldehyde, 194. 

2:6- ,, -4-innno-dihydxopyrimidine-3-acetic acid, mercurarion of, 192. 
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Dihydronaphthalene, merouration of, 103. 

Diliydroxybenzofurane, mercury derivatives of, 215. 

2 : 4-Dihydroxymercuri aniline, 117. 

„ „ -anthxanilic ai}liydride, 170. 

4 ; 6- „ „ -o-chloroaniline, 117. 

4:5 ,, « -0- it it 113. _ , . . , 

„ „ -dihydroxyazobenzene sulphomc acid, 204. 

„ „ fluorescein, 207. 

,, „ hydroxyazobenzene sulpbonio acid, 204. 

y, „ -iodomerouri acetic acid and derivatives, 61. 

„ „ -jg-naphthol-azobenzene sulpbonic acid, 204. 

(2 : 4-Dihydroxymerouriphenyl-a-amino) butyric anhydride, 128. 

(, . » jpropioiuo „ »128. ^ , m-j 

Dihydroxymercuri-o-toluidine, acetate, chloride, bromide, iodide, aoetotoluidide, 
130, 

1 : 8-Dihydroxynaphthalene-3 : 6-disulphonic acid, reaction with mercuric salts, 168. , 
aa-Didodomercuri camphor, 198. 

d-Dimethylaminonaphthalene-6-siilphonic acid, reaction with mercuric acetate, 
134. 

m-Dimethylaminophenol, 137, U7, 
m-Dimethylaminophenyl acetate, 147. 

^j-Dimethylaminophenylmercuric acetate, methiodide, methocMoride, 121. 

„ „ „ „ , quaternary ammonium compound, 121. 

„ „ „ chloride. 111, 121, 122. 

„ „ „ hydroxide, 121, 122. 

Dimethylaniline, mercuration of, 121. 

„ anthranilic methyl ester, mercuration of, 172. 

Dimethylheptenol, mercuration of, 201. 

4 ; 6-Dimercuri-bis-o-chloroamline, 117. 

4:6- , ,i it 9 118. 

Dimercurimethylene iodide, 40, 45, 

Dimeroury-bis-diphenyl, 81. 

„ -3 : 3'(or 4')-diethyl-2 :2': 5: 6'-dithienylene, 85. . 

„ -2 : 2'-6 : 6'-dithienylene, 84. 

„ -3:4:3': 4'-tetramethyl-2 : 2' : 5 ; 5'-dithienylene, 85. 

2 : 4-Dinitrodimercuribenzylidene oxide, 107. 

4 : 6-Dinitrophenol, mercuration of, 136, 146. 

Diphenic acid, mercuration of, 68. 

Diphenyl, mercury derivatives of, 81. 

Diphenylamine, mercuration of, 125. 

Di(phenylmercuri) -amine, compounds of, 91, 92. 

Diphenylmethyl ketone, mercuration of, 196. 

2 : 4-Diphenyl-selenophene, mercury derivatives of, 217. 

2 : 4-Dipropionoxydimercuri-6-iiitro-3-hydroxybenzaldehyde, 195. 

Dipropylene oxide dimercuric hydroxide and salts, 51, 52, 

Ethane hexamercarbide, 47, 50, 53. 

„ „ „ , dihalides, perchlorate, dinitrate, sulphate, picrate, 48. 

„ „ „ hexachloride, hexa-iodide, 46, 49, 

Ethanol mercuric chloride, sulphide, sulphate, 181, 182. 

„ „ bromide, 58, 181, 

Ethene mercuric iodide, hydroxide, anhydride, nitrate, sulphide, 182. 

Ethyl acetoxymercuri-ethoxy-chaulmoograte, 68. 

Ethyl alcohol, mercuration of, 47. 

;p-Ethylaminophenylmerouric acetate, chloride, 123. 

„ „ hydroxide, quaternary ammonium compound, 123. 

Ethylanthranilic ethyl ester, mercuration of, 172. 

Ethyl 9^-butylaoetylene, mercuiy derivatives of, 188. 

Ethyl chloromercuri-aa-nitro-acetate, 63. 

Ethyl diallyl acetate, mercuration of, 68. 

Ethyl diphenylamine-2-carboxylate, mercuration of, 68. 

Ethylene, reaction with mercuric salts, 181--184. 

Ethyl ether mercuric chloride, carbonate, 182. 

„ „ „ bromide, 183. 

Ethylhexenol, mercuration of, 203. 

Ethyl hydroxymercuri-ac4-nitro-acetate anhydride, 63. 

Ethyl hydrazinecarboxylate, mercuration of, 191. 
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Ethyl mercuric ethyl xanthate, 191. 

,, „ acetate, bromide, 34. 

>» » chloride, 33, 35, 41, 42, 87. 

„ „ hydroxide, 35, 42, 42. 

„ „ iodide, 21, 30, 33, 35, 42. 

„ 2:4; 6-trimtrophenyl, 42. 

Ethyl propyl acetylene, mercury derivatives of, 188. 

Ethyl thiomercuric chloride, 88. 

Eugenol methyl ether, mercuration of, 137, 155. 

Eluorescein, mercury derivatives of, 207. 

Eorraic acid, „ „ „ , 58. 

Eurane, mercuration of, 213. 

Guaiacol, mercuration of, 154. 
a-Guaiacol-propionio acid, mercuration of, 191. 

4-Halidemercuri-2-mtrophenols, 145. 

6- „ , -2- „ , 145. 

Halogenated benzenes, mercuration of, 104. 
w-Heptylmercurio bromide, 44. 
w-Hexylmerouric bromide, 44. 

: 4 ; 6 : 2' : 4' : 6'-Hexanitrodiphenyl, reaction with mercuric chloride, 105. 
Hydrazines, mercuration of, 191, 192. 
Hydroxy-3-acctoxymercurio-5-»5oamyibenzaldehyde, 196. 

„ -3- „ „ -5-ieri.-butylbenzaldehyde, 195. 

„ -3- „ „ -l-triacetoxymercuri-phenyl-2 : 3 : 4-trimethyl-6-pyra- 

zolone,*212. 

„ -5-i>oamylben^aldehyde, mercuration of, 196. 

Hydroxyazobenzenes, mercury derivatives of, 205, 206. 

Hydroxybenzaldehyde, mercuration of, 193. 

99 99 99 9 9 9 194. 

Hydroxy-5-ter^.-butylbenzaldehyde, mercuration of, 195. 

„ -3-oiiloromercuri-l-triohloromercuriphenyl-2 : 3 ; 4-trimethyl-5-pyrazolone, 
212 . 


Hydroxydimercuri-acetio acid and derivatives, 59. 

Hydroxymcrcuri-acetic acid, anhydride of, salts of, 59, 60. 
Hydroxymercuri-aceto-p-toluidide anhydride, 131. 

„ „ -acetoxymercuri-benzeneazo-phenol anhydride, 203. 

„ „ „ „ -4-nitro-3-hydroxybenzaldehyde, 195. 

„ „ „ „ -2- „ -3- „ „ 195. 

„ „ -2- „ „ -thiophene, 101. 

„ -p-aminobenzoio anhydride, 162, 1T5. 

„ „ -2-anisylindolc, 214. 

„ „ anthranilic anhydride, 170* 

„ „ benzoic acid, anhydride of, 162, 164. 

„ „ „ *, , salts of, 163. 

„ „ -2-carboxyl- 1-methylindole, 214. 

„ „ o-ohloroaniline, 117. 

99 99 'P~ 99 99 9 118 . 

„ „ cyanoacetic acid, salts, ethyl and methyl ester, 62. 

„ „ (fiacetoxymercuri acetic acid, anhydride of, 60. 

„ „ „ „ „ „ , nitro-aoetate from, 60. 

„ „ -dibromofluorescein, 208. 

„ „ -2 : 4-diohloroaniline, 118. 

„ „ -4 : 6-dinitrophenol and sodium salt, 146. 

„ „ -ethoxy-chammoogrio acid, anhydride of, 68. 

„ „ ethyl malonio methyl ester, 66. 

„ „ fluorescein, 207. 

„ „ -j5-hydroxy-w-butyric acid, anhydride of, 67. 

„ „ -^-hydroxypropionic acid, anhydride of, 66. 

„ „ -^-hydroxy-)0-phenylpropionio acid, anhydride of, 162, 1^6. 

„ „ -2-hydroxyqumo]ine-8-carboxylic acid, 214. 

„ „ -8- „ „ -5-sulphonic acid, 215. 

„ „ -o-iodoaniline, 118. 

99 99 99 9 118. 

„ „ -d-methoxy-/5-phenylpropionio acid, anhydride of, 162, 177, 

178. 

„ „ -methylanthranilio anhydride, 171. 
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l-Hydioxymerourimethyl-l : 2-dihydrobenzofurane, 216. 

1- „ „ „ -6-methyl-l : 2-diliydrobenzofurane, 217. 

1- „ >» t9 "4- 99 -1 t 2 „ ff 99 9 217. 

Hydroxymerouri methyl malonio ej^cer, 65. 

99 99 99 methyl es^er, 66. 

2- „ „ -naphthionio acid, sodium salt, 134. 

0 - „ „ -^?-mtrobenzoic acid, 161, 165. 

3- „ „ -4-aci-mtro-2 ; 6-dimtrophenol, anhydride and derivatives, 746, 

m. 

5- „ „ -3-mtro-4-hydroxybenzaldehyde, 194. 

4- „ „ -2-mtrophenol and sodium salt, 144. 

4- „ „ -2-aa-nitrophenol, anhydride of, 144. 

2- „ „ -4-aci- „ , anhydride of, pyridine double salt, 145. 

2- „ „ -4-mtrophenol, sotom salt, 145. 

2- „ „ -4-ffla-mtro-6-nitrophenol, anhydride, and derivatives, 146. 

„ „ phenolphthalein, 207. 

2- „ „ phenylglycine anhydride, 127, 

„ „ -2-phenylquinoline-4-carboxylic acid, sodium salt, 216. 

a- „ „ propionic acid, anhydride of, 65. 

99 99 9f 9f 99 99 9 56. 

3- „ „ -salicylic acid, anhydride of, 162, 166. 

99 99 99 99 „ , ammoulum salt, 166. 

„ „ -salicylsulphone-phthalein, 208. 

0 - „ „ thiolbenzoic acid, anhydride of, 166. 

„ „ -o-tolylglycine anhydride, 129. 

4- Hydioxy-2-methyl-5-iSopropylbenzaldehyde, mercuration of, 152. 

4- „ -3* „ -6- „ ,, ,, „ , 153. 

jd-Hydroxynaphthoio acid, mercuration of, 161, 178, 179. 

99 ,9 99 -4 : 7-disulphomo acid, mercuration of, 179. 

p-Hydxoxy-m-nitrophenyl carbinol, mercuration of, 169. 
m-Hydroxyphenyl-trimethylammonium hydroxide, mercuration of, 137, 148. 

99 99 99 99 99 99 9 149. 

8-Hydroxyquinolme, mercury derivatives of, 215. 

Indandione, mercuration of, 198. 

Indole, mercury derivatives of, 214. 

5- Iodo-acetylguaiacol, mercuration of, 154. 
o-Iodoaniline, mercuration of, 118. 

^-lodobenzene sulphonic acid, mercuration of, 109. 

0- Iodomercuri anisole, 141. 

„ -anthramJio acid, 170. 

6- „ -2-bromothiophene, 99. 

6- „ -2-ohlorothiophene, 98. 

a- „ cineol, 201. 

3- „ -2 : 5-dimethylthiophene, 102. 

2- „ -3:4- „ „ ,84. 

6- „ -2 : 4-diphenylselenophene, 217. 

6- „ -2-ethylthiophene, 101. 

2- „ -3-hydroxy-tetrahydronaphthalene, 103. 

4- „ -o-iodoaniline, 118. 

2- „ -p- „ , 118. 

5- „ -2-iodothiophene, 99. 

„ -methylanthraniho acid, methyl ester, 162, 168. 

1- Iodomercurimethyl-4-bromo-l ; 2-dihydrobenzofurane, 216. 

1- Iodomercurimethyl-6-methyl-l ; 2-dihydrobenzofurane, 216. 

>» 99 99 "6- „ „ „ ,, ,216. 

99 99 ^ 99 "4" „ ,, ,, ,, ,216. 

6- Iodomercuri-2-methylthiophene, 101. 

4- „ -2-nitrotoluene, 107. 

o- „ phenetole, 143. 

3- „ pyridine, 213. 

«- „ imw^-terpineol, 201. 

99 99 99 9 201. 

2- „ thiophene, 98y 222. 

lodomethylmerourio iodide, 45. 

^9-Iodophenylmercuric acetate, 104. 

Itaoonic add, mercuration of, 67. 
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Ketones, mercuration of aliphatic, 54. 

Maleic acid, mercuration of, 67. 

Malonic acid and esters, mercuration of, 66. 
^-Menthyl cinnamate, mercuration of, 178. 
o-Mercaptomercuri benzoic acid, 163. 
iV^-Mercuri-aniline, 113. 

^j-Mercuri-bis-acetanilide, 125. 

„ -3-aminobenzoic acid, 173. 

2:2'- „ -4- „ „ „ 162, J73. 

6:6'- „ -2- „ „ „ 172. 

„ ethyl ester, 176. 

» -2- „ „ methyl ester, 161. 

2 : 2'- „ -4-aminophonol, 147. 

p- „ -aniline, 114, 116, 

„ -o-anisole, 137, 141, 

-p- „ , 141. 

„ -anthranilic methyl ester. 171. 

o- „ -benzoic acid, 164. 


P- „ . 164. 

0 - „ „ methyl ester, 164. 

p- „ benzylanilino, 124. 

„ -p-broinodimethylaniline, 123. 
p- „ -o-cliloroaniline, 117. 

6- „ -2 ; 4-dichloroaniline, 111, 118, 

p- „ -diethylaniline, 124. 

„ „ „ „ , quaternary ammonium compound, 124. 

p- „ -dimethylaniline, 111, 121, 122, 

„ „ „ „ , condensation with thionyl chloride, 122. 

„ „ „ „ , quaternary ammonium compound, 122. 

„ -(dimethyl-p-toluidine), 132. 
p- „ diphenylamine, 125. 

„ (hydroxymerouri-j6-naphthol-azobenzene-sulphonio acid), 204. 

„ -m-hydroxyphenyl-trimethylammonium acetate, 148. 
p- „ -mothyldiphenylamine, 126. 

p- „ -monoethylaniline, 123. 

„ „ -monomethylaniline, 111, 12L 

0 - „ -p-nitroaniline, 120. 

„ (nitrobenzene-azosalicylic acid), 205. 

0 - „ -p-nitrobonzoic acid and sodium salt, 166. 

2 : 2'- „ -4-nitrophenol, 146. 

„ -o-phenetole, 143. 

„ -p. „ , 143. 

„ -o-phenol, 137, 140, 

„ „ „ diacetate, 139. 

„ -salicylic acid, 166. 

„ „ „ ethyl ester, 168. 

„ „ „ methyl ester, 167. 

„ -o-thiolbenzoic acid, 161, 165, 

„ -p-toluidine, 131. 

„ „ „ , condensation with dinitrophenylpyridinium chloride, 131. 

Mercuric alkyl xanthates, 190, 
a-Mcrcuri camphor oxide, 200. 

4:6- „ -o-ohloroaniline, 117. 

4:5- ,, ,, ,, ,, , 118. 

a- „ -di-j5-anhydrohydroxy-^-phenylpropionio acid, 162, 178, 

„ diethylene oxide, 183. 

1 : 1-Merouridimethyleno-bis-l : 2-dihydrobenzofurane, 216. 

1:1- „ „ -bis-4- methyl-1 : 2-dihydrobenzofurane, 217. 

a- & )5-Mercuridimethylhoptanediol iodides, 201, 202, 

Mercuri-hydroxymercuri-acetic acid, 60, 61, 

3 : 3'- „ -mercazine, 120. 

Mercuriphenyl- d-naphthylamine, 133. 

Mercuro-diethylene oxide, 183. 

Mercury p-anisyl acetylide, 189. 

Mercury, aromatic compounds of types, BHgR', RHgX, 69. 

„ benzyl acetylide, 189. 
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Mercury, bis-aceto-diethylmethane, 65. 

,, bis-acetodimethylmethane, 64. 

„ bis-a-acetyl-a-ethylpropyl, 66. 

„ bis-a-acetyl-a-^sopropyl, 64. 

„ bis-benzoylmetbane, 63. 

„ bis-diazo-acetio ethyl and methyl esters, 66. 

„ -bis-3-dinitro(?)-meroazine, 126. 

„ bis-diphenyl, 69, 8L 

„ bis-malonic methyl ester, 66. 

• „ bis-propionio acid, 66. 

„ bromoacetylide, 188. 

„ butyl isoB>myl, 87. 

„ „ phenyl, 87. 

„ chloroacetylide, 188. 

„ di-isoamyl, 26, 44, 38, 360. 

„ di-teri.-amyl, 29, 38. 

„ 5 ; 5'-di-isoamyl-2 : 2'-dithienyl, 83, 100. 

„ dibenzyl, 69-71, 79, 86, 95. 

„ 5 : 5'-dibenzyl-2 : 2'-dithieuyl, 83, 101. 

„ 5 : 6'-dibromo-2 : 2'- „ , 83, 100. 

„ di-j7-bromophenyl, 69, 78. 

„ di-u-butyl, 29, 37. 

*, di-isobutyl, 29, 37. 

„ di-S€c-butyl, 29, 30, 37. 

„ di-ter^.-butyl, 29, 38. 

„ 6 : 5'-dichloro-2 : 2'-dithienyl, 83, 99, 100. 

„ 6 : 5'-dichloromercuri-2 : 2'-ditMenyl, 84. 

„ di-p-ehlorophenyl, 69, 78. 

„ dioumyl, 81. 

„ dioyolohexyl, 69, 81, 95. 

„ diethyl, 4, 16, 21, 29, 30, 33, 34, 41, 42, 69, 71. 

r, „ , action of metals and metallic chlorides on, 30. 

„ di-«'-heptyl, 39. 

„ 6 : 6'-di-iodo-2 ; 2'-dithienyl, 83, 100. 

„ dimesityl, 80. 

„ ^dimethyl, 3-5, 15, 29, 30, 34, 39-41, 232. 

„ „ , action of metals and metaUic chlorides on^ 30. 

„ di-4-methylcyclohexyl, 81. 

,, 6 : 5'-dimethyl-2 : 2'-dithienyl, 83, 101. 

„ di-a-naphthyl, 69, 70, 81, 96, 228. 

„ di-j5-naphthyl, 69, 82. 

„ o-o'-dinitrodiphenyl, 105. 

„ di-o-nitrophenyl, 69, 78. 

„ di-w-octyl, 30, 39, 44. 

„ di-seo-octyl, 29, 39. 

„ dipentamethylphenyl, 80. 

„ diphenyl, 6, 6, 12, 13, 15, 16, 26, 69, 71, 72-74, 78, 86-89, 91-93, i 
234, 236, 242, 268, 298, 324. 

„ „ , reactions of, 74-77. 

„ di-^^-propyl, 29, 30, 36, 43, 360. 

„ di-isopropyl, 29, 37. 

„ 5 ; 5'-di-?i-propyl-2 : 2'-dithienyl, 83. 

„ dipseudocumyl, 69, 80, 95. 

„ 2 : 2'.dithienyl, 70, 82, 98, 222. 

„ di-o-tolyl, 69, 71, 78, 86, 93. 

,, ,, -m- ,, , 69, 78, 93. « 

„ „ , 15, 69, 78, 93, 94. 

„ di-o-xylyl, 80. 

» « -w- „ , 69, 80, 228. 

„ , 80. 

„ ethyl benzyl, 71, 86, 87. 

„ „ naphthyl, 29, 87. 

,9 phenyl, 71, 85, 

„ fulminate, 53. 

„ hexahydrobenzyl acetylide, 189. 

„ 2 : 4 : 6 : 2' : 4' ; 6'-hexamtrodiphenyl, 78. 


0, 227, 
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Mercury iodoform, 45. 

„ methyl benzyl, 87. 

» „ butyl, 87. 

„ „ cyclohexyl, 87. 

„ „ mesityl, 87. 

„ „ naphthyl, 87. 

»» phenyl, 87. 

„ phenoxymethyl acetylide, 189. 

„ phenyl acetylide, 189. 

„ „ o-anisyl, 87. 

„ „ benzyl, 85. 

„ „ cyclohexyl, 87. 

„ „ ethyl acetylide, 189. 

„ „ mesityl, 87. 

„ „ naphthyl, 87, 

„ „ thienyl, 86. 

„ „ iJ-tolyl, 87. 

„ propyl butyl, 87. 

„ 3:4:3': 4'-tetramethyl-2 ; 2'-dithienyl, 84. 

„ 3:5:3':5'. „ „ -2:2'- „ ,84. 

„ 2:5:2':5'- „ „ -3:3'- „ ,84. 

„ 2;4:2':4'- „ „ -5:5'- „ ,103. 

„ 2:4:2'; 4'-tetranitrodibenzyl, 80. 

„ 2:5:2'; 5'-tetraphenyl-3 : 3'-dithienyl, 84 , 103. 

„ ^3-tolyl acetylide, 189. 

„ o-tolyl benzyl, 86 , 71. 

„ tribromoethylene, 189. 

„ trichloroethylene, 189. 

Mesitylmercurio chloride, 87, 95 . 

Methine trimercuric iodide, 45. 

Methyl acetylene, interaction with mercuric salts, 187 , 188 . 
p-Methylaininophenylmerourio acetate, bromide, chloride, hydroxide, nitrate, sul- 
phate, 120 , 121 . 

Methylanthranilic methyl ester, mercuration of, 171. 

Methyl chavicol, mercuration of, 143. 

4-Methyloyclohexylmerouric chloride, bromide, cyanide, hydroxide, iodide, 96. 
Methylene blue, mercuration of, 206. 

Methylene dimercuiio iodide, 45. 

Methyl ethyl ketone, mercury derivatives of, 57. 

Methylheptenone oxime, mercuration of, 202. 

Methyl hydrazine carboxylate, mercuration of, 192. 

N-Methylindole, mercuration of, 214. 

2- Methylindole, „ „ , 214, 

Methylketole, „ „ , 214. 

Methylmerouric acetate, 32, 41 . 

„ „ chloride, 32, 39 , 87. 

„ „ hydroxide, 39 , 41. 

„ „ iodide, 21, 29-33, 40 , 46. 

„ „ salts, 39 - 41 . 

„ „ ethyl and methyl xanthate, 191. 

Methylphthalylindole, mercuration of, 214. 

3- Methyl-5-pyrazolone, „ ,, , 213. 

iV-Methylthiodiphenylamine, mercuration of, 126. 

Monoacetoxymercuri-furane, 214. 

Monoalkylanilines, mercuration of, 120, 

Monobromoethylene, reaction with mercuric acetate, 190,^ 

Monochloroacetic acid, sodium salt, reaction with mercuric oxide, 62. 
Monochloroacetone, reaction with mercuric sulphate, 54. 

Monochloromerouri-6-nitro-3-hydroxybenzaldehyde, 195. 

Monoethylaniline, mercuration of, 123. 

Monoformoxymercuri-4-nitro-3-hydroxybenzaldehyde, 195. 

Monomercurio methylene iodide, 45. 

„ „ ohloro-iodide, 45. . 

Monomethylamxnonaphthalene-6-sulphonic acid, reaction with mercuric acetate, 

134. 

Monomethylaniline; mercuration of, 120. 
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Naphthionic acid, merouration of, 134. 
a-Naphthol, mercuration of, 156. 

B- „ „ ,,,158. 

„ fatty acids, mercuration of, 191. 

1- „ -4-sulphonic acid, mercuration of, 157. 

1- „ -6- „ „ , reaction with mercuric acetate, 157. 

2- „ -6- „ „ , mercuration of, 158. 

Naphthylamines, mercuration of, 132. 

Naphthylamine sulphonic acids, merouration of, 133> 134, 

]5-Naphthylamine, „ „ „ ,, , 111- 

„ „ „ -6-sulphomo acid, mercuration of. 111, 133, 

1:5- „ „ -sulphonic acid, merouration of. 111, 134, 

a-Naphthylmercuric acetate, 96. 

bromide, 29, 33, 81, 96, 
butyrate, 97. 

chloride, 71, 82, 87, 96, 231. 
formate, 97. 
iodide, 82, 96. 
nitrate, 72, 82, 97, 
sulphide, thiocyanate, 97. 

Naphthyl mercury compounds, 81, 82, 96, 97. 
Nitrito-dimercuracetaldehyde, 53, 187, 
o-Nitro-p-aoetoxymerouri dimethylaniline, chloride, 123. 
p- „ - 0 - „ „ monoethylaniline, chloride, 123. 

„ „ „ „ „ monomethylanilinc, 121, 123. 

o-Nitroardline, merouration of, 118. 

„ „ „ ,,,119. 

„ „ „ ,, , 119, 120, 

o-Nitrobenzal dimercuric hydroxide, anhydride of, 106. 
l- 5 )-Nitrobenzatomerourimethyl-l : 2-dihydrobeiizofurane, 217, 

1-^j- „ „ „ -6-methyl-l : 2-dihydrobenzofurane, 217. 

Nitrobenzene, merouration of, 104, 105, 
m- „ „ sulphonic acid, merouration of, 109. 

Nitrobenzoio acids, mercuration of, 165, 166, 
o-Nitrobenzyhnercuxic chloride, 106. 
jp- „ ,, ,, j 107. 

^j-Nitro-o-ohloromercuri monomethylaniline, 121. 
o-Nitrodimerouribenzylidene oxide and salts, 106. 

3- Nitro-4-hydroxybenzaldehyde, mercuration of, 194. 

6- „ -3- „ „ ,, 

4- ,, -3- „ ,, „ 

o-Nitrophenol, merouration of, 136, 144, 

99 99 99 9 145. 

o-Nitrophenylmerouric chloride, 104. 

Wi* „ „ ,, , 105. 

P~ 99 S9 99 9 105. 

2-Nitroresorcinol, mercuration of, 156. 

5- Nitrosalicylaldehyde, merouration of, 192. 


,,,194. 

,,,195. 


3- „ „ „ „ , 192. 

5-Nitrosalioylio acid, „ „ , 168. 

^?-Nitroso-o-ohloromercuri aniline, 137, 139, 

„ „ „ phenol, 137, 139. 

Nitrotoluenes, merouration of, 72, 105-108, 
w-Ociylacetylene, mercuration of, 188. 

5ec.-Ootylmerourio bromide, 30, 44, 
w- „ „ hydroxide and salts, 44. 

Olefines, merouration of, 180-185, 

Oleic acid, ethyl ester, mercuration of, 68. 
1-Oxalato-di-mercurimethyl-l ; 2-dihydrobenzofurane, 217. 

Oxindone, mercury derivatives of, 198. 
Penta-acetoxymerouii-acetanilide, 14, 126, 

Pentamethylene-1 : 5-dimercuri-dibromide, dichloride^ dihydroxide^ 
acetylide, sulphate, sulphide, 209, 210. 

Pentamethylene-1 : 5-dimercuridiphenyl, 210. 
Perchloratomercuracetaldehyde, 53, 187. 

Phenacylmercuric chloride, 63, 196, 


di-iodide. 
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Phenetole, merouration of, 137, 14S, 

Phenol, „ „ , 136, 139. 

„ disulphonio acid, merouration of, 166. 

Phenolphthalein, merouration of, 207. 

Phenylacetylene, mercury derivatives of, 189. 

Phenyl o-chloromerouriphenyl ethyl oarbinol, 197, 

Phenyldimethylpyrazolone, merouration of, 210. 

Phenylethylene, mercury derivatives of, 190. 

Phenylethylmethylpyrazolone, merouration of, 211, 

Phenylmercuriamine acetate, chloride, cyanamide, nitrate, sulphate, 92^ 
Phenylmercuric acetate, 72, 74, 75, 90, 
amine, 328. 
bromide, 73, 75, 88, 
carbonate, 90. 
chloride, 71, 74-77, 86, 87, 
cyanide, hydroxide, 89. 
formate, 90. 
iodide, 73-76, 89, 
myristate, propionate, 91, 
nitrate, 72, 75, 90, 
oxide, 75. 
sulphide, 73, 91, 

thiocarbonate, thiosulphate, 73, 91, 
thiocyanate, 74, 89, 
trinitrobenzoate, 78. 

Phenyl mercury compounds, 72-78, 85-92. 

„ „ -2:4 : 6-trinitrophenyl, 78, 88. 

l-Phenyl-3-methyl-5“pyrazolone, merouration of, 212. 

1- „ -2:3: 4-trimethyl-5-pyrazolone, merouration of, 212. 

Phthaleins, merouration of, 207. 

Picric acid, „ „ , 137, 146. 

Z-Pinene, reaction with merourio acetate, 200. 

Propanol mercuric chloride, bromide, hydhosulphide, iodide, sulphide, 185. 
Propargylmercuric iodide, 45. 

Propionic acid, merouration of, 65. 
Propionoxymercuri-4-nitro-3-hydroxybenzaldehyde, 1 95. 

Propyl alcohol, merouration of, 47. 

Propylene, reaction with mercuric salts, 184, 185, 

Propylene glycol merourio bromide, iodide, 51, 
tso-Propyl hydroxymercuri-aci-nitro-acetate anhydride, 64. 

7i-Propylmerourio bromide, 36, 43, 

„ „ „ chloride, 37, 43, 87, 360. 

„ „ „ ethyl xanthate, 191. 

„ „ „ hydroxide and salts, 43. 

%80~ „ „ „ „ , 43. 

Pseudocumylmercuric chloride, bromide, iodide, 95. 

Purine derivatives, merouration of, 68, 

Pyrazolones, merouration of, 210-213, 

Pyridine, „ „ , 213. 

Pyrimidine, reaction with mercuric oxide, 192. 

Pyrrole, merouration of, 213, 

Quinoline, merouration of, 214. 

„ -8-sulphonio acid, merouration of, 215. 

Quinone-(l)-imide cw;4-(2)-nitro-(4)-meroury, 119. 
l^soroinol, merouration of, 155. 

„ dimethyl ether, merouration of, 156. 

Safrol, merouration of, 137, 164, 
i^o-Safrol, reaction with mercuric acetate, 155. 

Salioylaldehyde, merouration of, 192, 193, 

SaHoyl red, merouration of, 208. 

Salicylic acid and esters, merouration of, 166-168. 

Sahoyloxy-aoetio acid, merouration of, 191. 

Salioylsulphone-phthalein, merouration of, 208. 

SaKoylyl alcohol (saligenin), merouration of, 158. 

Sodium anhydro-2-hydroxy-3-hydroxymerouri-5-methyl-azobenzene-4'-sulphonate, 
206. 


99 99 

99 99 

99 99 

99 99 

99 

99 99 

99 99 

99 99 

99 99 

99 99 

99 99 

99 99 

99 99 

99 99 
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Sodium jp-bromobenzene sulphonate, mercuration of, 109. 

„ -3-oliloromercuri-4-hydro3:y-azobenzeiie-4'-stilphoiiate, 205. 

„ -6-h.ydroxymerouri-2-nitroplxenolate, 145. 

l-Sodiumthiosulphatomercurimetliyl-l : 2-dihydrobeiizofurane, 217. 

„ „ „ „ -4-methyl-l : 2-diJiydrobeiizofurane, 217. 

Sodium p-toluene sulphonate, mercuration of, 109- 
Starch, mercuration of, 47, 50. 

Stearolic acid ester, mercuration of, 68. 

Styrol, reaction witli mercuric acetate, 190. 

Siyryl ethyl ether, reaction with mercuric acetate, 190. 
Sulphatomerouri-dimethylanthranilio acid, chloride, 172. 

1 : l-Sulphato-mercuridimethylene-bis-l : 2-(iihydrobenzo£urane, 216. 

o-Sulphidomercuribenzoic acid, 161, 164, 

„ „ „ „ methyl ester, 164. 

0- Sulphidomercudbenzoyl chloride, 164. 

Sulphidomercuri-salicylic methyl ester, 161, 167, 

Sulphonic acids, aromatic, mercuration of, 108^ 156. 

1- Tartrato-di-mereurimethyl-l : 2-dihydrobenzofurane, 217, 
Tetra-acetoxymercuri-a-acetonaphthalide, 133. 

„ „ diacetone hydrate and salts, 55. 

„ „ fluorescein, 208. 

„ „ furane, 213. 

2 : 2' : 4 : 4'-Tetrachloromerouri-diphenylamine, 111, 125, 
Tetrachloromerouri-furane, 214. 

Tetrahydroxymercuri fluorescein, 208. 

„ „ furane, 213. 

Tetramethyldiaminotriphenylmethane-azo-o-chloromerouriphenol, 139. 
2:5:2': 5'-Tetramethyl-3 : 3'-dithienyI, 70. 

Tetra (phenylmercuri) thiourea, 92. 
5-Thiooyanatomercuri-2-*5oamylthiophene, 100. 

„ „ „ -2-bromothiophene, 100. 

„ „ „ -2-ohlorothiophene, 100. 

3- „ „ -2 : 5-dimethylthiophene, 103. 

2 - „ „ - 3 : 4 - ,, ,, 9 102 . 

5» ,, „ "2 : 3- ,, ,, 9 102. 

5- ,, „ -2 : 4- „ ,, , 103. 

3- „ „ -2 : 5-diphenylthiophene, 103. 

5- . „ „ -2-ethylthiophene, 101. 

5- „ „ -2-iodothiophene, 100. 

l-Thiocyanatomercurimethyl-l : 2-dihydrobenzofurane, 217. 

1- „ „ „ -4-methyl«l : 2-dihydrobenzofurane, 217. 

5-Thiocyanatomerouri-2-methylthiophene, 101. 

2or5(?)- „ „ ^3- „ „ ,101. 

5- „ „ -2-?^-p^opylthiophene, 100. 

2- „ „ thiophene, 98. 

Thiolbenzoio acid, mercuration of, 165. 

Thiophene mercury compounds, 72, 82-85, 97-103. 

Thiosalicylio acid, mercuration of, 165. 

Thymol, „ „ , 137, 151. 

^-Thymolaldehyde, „ „ , 152, 

Thymoxyaoetic acid, „ 191. 

^-Toluene sulphonic acid, mercuration of, 108. 

79 99 99 99 99 9 109. 


Toluidines and toluidides, „ „ , 129, 

l-^-Tolyl-2 : 3-dimethyl-5-pyrazolone, mercuration of, 211. 
1 -o-Tolyl-3-methyl-2-ethyl-5-pyrazoIone, „ ,,,211. 

Tolylglycine esters, mercuration of, 128. 
<?-Tolylmercuric bromide, iodide, 92. 


O- 

99 

chloride, P2, 229. 

99 

99 

nitrate, 72, 93. 

0- 

99 

sulphide, 93. 

m- 

99 

bromide, iodide, propionate, 93. 

m- 

99 

chloride, 71, 229. 

P- 99 

P- 

99 

99 

acetate, bromide, carbonate, mercaptan, 94. 
chloride, 71, 76, 78, 86, 87, 161, 163, 230. 

ethyl xanthate, 191, 

99 99 

99 
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p-Tolylmercuric iodide, 79, 94, 

„ „ methyl xanthate, 191. 

„ „ nitrate, 72, 94, 

„ „ 2:4: 6-triiiitrobenzoate, 79, 94, 

„ „ 2:4: 6-trinitrophenyl, 94. 

► Tolyl mercury 2:4:6- „ „ , 79. 

Tolyl mercury compounds, 78, 79, 92-94. 
2:4:6-Triacetoxymercuri-m-chloroaniIine, 118. 

„ „ phenolphthalein, 207. 

„ „ -w-tolylglyoine ethyl ester, 129. 

Tribromoethylene, interaction -with mercuric cyanide, 188, 
Trichloroethylene, „ „ „ , 185, 188. 

Trichloromercuri-acetaldehyde, 186. 

„ „ -acetic acid, di, 188, 

„ „ acetone, 187. 

2:4:6- „ , -m-ohloroaniline, 118. 

„ „ -methyl ethyl ketone, 188. 

Trihydroxymercuri-acetio acid, 188. 

2:4:6- „ „ -m-chloroaniline, 118. 

„ „ phenolsulphone-phthalein, 207. 

Trimercuri-acetic acid, 48. 

„ -diacetone hydroxide and derivatives, 56, 57. 

„ -dialdehyde hydroxide, 53. 

2:4:6-Trinitrophenol, mercuration of, 146. 
2:4:6-Trinitrophcnylmercurio chloride, 78, 105, 

Triolein, mercuration of, 146. 

Vanillin, mercuration of, 154. 

Vinyl oxymercurochlorido, 186. 
m-Xylylmerouric chloride, 80, 95, 

Xylyl mercury compounds, 80. 


Boron. 

iso-Amjl boric acid, 224, 226. 
o-Anisyl boric acid, 230. 

Benzyl boric acid, 95, 2B1, 

„ „ „ , isobutyl ester, 231. 

Boron o-anisyl dichloride, 228 
,, „ „ , 228. 

„ diethyl chloride, 224. 

„ „ ethylate, 225. 

„ „ hydroxide, 224. 

„ diphenyl bromide, 227. 

„ „ chloride, 76, 219, 227, 228. 

„ „ fluoride, 219. 

„ a-naphthyl dichloride, 228. 

„ „ „ , 228, 231, 232. 

„ o-phenotyl dichloride, 228. 

jp- „ „ , 228. 

„ phenyl dibromide, 228. 

„ „ dichloride, 227. 

„ „ difluoride, 219, 227, 

„ „ tetrachloride, 227. 

„ propyl oxide, 226. 

„ pseudooumyl dibromide, 228. 

„ o-tolyl dichloride, 228. 

„ jp- „ dibromide, dtduoride, 228. 

„ tri-«5oamyl, 224. 

„ tri-isobutyl, 224. 

„ triethyl, 219, 224, 225. 

„ „ ammine, 224. 

„ trimethyl, 22S, 224. 

„ „ ammine, 223. 

„ triphenyl, 219, 226, 227. 

„ triphenyl-ammonia, methylamine, ethylamme, 226. 

„ „ - 9 i-propylamine, dmethylamine, trimethylamine, 227. 
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Boron triphenyl-aniline, pyridine, q^uinoline, qninaldme, piperidine, phenyl 
hydrazine, 227. 

„ tri-?i-propyl, 224, 225, 

„ o-xylyl (fichloride, 228 
„ m- dibromide, 228. 

„ „ „ diohloride, 231, 

„ „ „ , 228, 

53-Bromophenyl boric acid, 229. 

(so-Butyl boric acid, 226. 

^-Carboxy-phenyl boric acid, 230. 

2 ?-Chlorophenyl boric acid, 229. 

Diethylborio acid, 224, 226. 

Diphenyl boric acid, 227, 228, 

Di-^j-tolyl boric acid, 229, 

Ethyl boric acid, mono- and diethyl esters, 225. 

„ „ „ , compound with triethyl boric ester, 225, 

Methyl boric acid, 225. 
a-Naphthyl boric acid and salts, 231. 

»» » 99 J» >9 » 231. 

„ „ „ „ „ , methyl ester, 231. 

a-Naphthyl boron oxide, 232. 

P- i» 99 99 9 232. 

o-Phenetyl boric acid, 230. 

Phenyl boric acid, 88, 226, 228, 229. 

„ boron chloride, 76. 

„ boron oxide, 231. 

Propyl boric acid, 225. 
o-Tolyl boric acid, 92, 229, 
w- „ „ „,9Z, 229, 

m- „ ,, „ isobutyl ester, 229. 

jj- „ „ „ and salts, 92, 280, 

o-Tolyl boron oxide, 231. 

P“ 99 99 99 9 231. 

0 -Xylyl boric acid, 231. 

wa- „ „ „ and diethyl ester, 231. 

P- 99 99 ,,, 231. 

0 - „ boron oxide, 231. 

w- „ „ „ , 231, 

m- „ „ „ , acid silver salt, 231. 

P- 9, 99 99 9 232. 

„ „ „ , acid silver salt, 232. 


Aluminium, 

Aluminium alkyl iodides, compounds with amines, 233, 234. 

„ diethyl iodide, 233. 

„ ethyl di-iodide, 233. 

,, tri-asoamyl, 23^ 

„ tri-isobutyl, 233. 

„ triethyl, 36, 282, 

„ „ , compound with aluminium bromide, 232. 

„ triethyl-etherate, 233. 

„ tiimethyl, 33, 232, 

„ trimethyl-etherate, 233. 

„ triphenyl, 76, 220, 234, 

99 99 9 compound with ether, 234. 

„ tripropyl, 37, 232, 

„ tripropyl etherate, 233. 

Methylene bromide or iodide, aluminium derivatives of, 220, 234, 


Indium, 

Indium diphenyl chloride, 76, 220, 235, 

„ phenyl oxide, 236, 
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Thallium 

Thallium 


Thallium. 

1 compounds, comparison with gold, 4. 

1 di-isoamyl chloride, fluoride, 242. 

di-%-butyl bromide, carbonate, chloride, fluoride, iodide, nitrate, sulnhate. 

242. ^ 

di-isobutyl chloride, nitrate, 242. 
di-sec.-butyl chloride, nitrate, 242. 
dioyclohexyl chloride, 243. 
diethyl acetate, 239. 

„ bromide, 222, 

„ m-bromobenzoate, 239. 

„ carbonate, 238. 

„ chloride, 237, 238, 302. 

„ ^ chromate, 238. 

„ -4 : 6-dinitro-2-aminophenoxide, 240. 

„ dinitro-jS-naphtho3dde, 241. 

„ -2 : 4-dinitronaphthoxide-7-sulphonate, 241, 

„ -2 : 4-dinitrophenoxide, 240. 

,, -2 i 6- „ „ , 240. 

„ dinitro-o-tolyloxide, 241. 

„ fluoride, 237. 

hexanitrodiphenylamine, 240. 

„ ?i.-hexoate, 239. 

„ hydrogen carbonate, 238. 

„ hydrosulphide, 238. 

„ hydroxide, 221. 

„ iodide, 237, 238, 

„ p-iodobenzoate, 239. 

„ lactate, 239, 

„ nitrate, 238* 

„ nitrite, 238. 

■„ p-nitrobenzoate, 239. 

„ o-nitrophenoxide, 239. 

,, wif- „ ,, , 239. 

„ p- „ „ , 239. 

,, a-niiroso-^-naj)hthoxide, 241. 

„ -4-nitrosophenoxide, 221, 240, 

„ -3-nitro-o-tolyloxide, 240. 

,, -5- „ ,, ,, , 221, 241. 

,, -4“ ,, “W- „ , 240. 

„ -6- „ -m- „ ,240, 

»» -3- » -2?- « ,240 

„ ^i-octoate, 239. 

„ phosphate, 238. 

„ propionate, 239. 

„ sulphate, 237, 233. 

„ thiocyanate, 238. 

„ trichloroacetate, 239. 

„ trirdtro-a-naphthoxide, 241. 

„ 2:4: 6-txmitrophenoxide, 240. 

„ trinitro-m-tolyloxide, 241. 

„ valerate, 239. 

dimethyl acetate, 237. 

„ bromide, 236, 236. 

„ carbonate, 236. 

„ chloride, 221, 235. 

„ chromate, 236. 

„ -4 : 6-dinitro-2-aminophenoxide, 237, 

„ fluoride, 235. 

„ hydxosulphide, 236. 

„ hydroxide, 236, 237. 

„ iodide, 236, 236. 

„ nitrate, 236. 

„ o-nitrophenoxide, 236. 

„ Wr „ „ , 221, 233. 
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dimethyl ^-uitrophenoxide, 237. 

„ -3-nitro-o-tolyloxide, 237. 
di-a-naphthyl bromide, 221, 24S, 

„ ,, chloride, 243^ 360. 

diphenyl acetate, 244. 

„ acid butyrate, 221, 244. 

„ „ hexoate, 221, 244m ' 

„ „ propionate, 244. 

„ „ valerate, 244. 

„ bromide, 242. 

„ o-bromobenzoate, 244. 

,, ,, ,, , 244. 

„ %-butyrate, 244. 

„ chloride, 76, 222, 242, 245, 340, 360. 

„ chromate, 244. 

„ fluoride, 242. 

„ n-hexoate, 244. 

„ nitrate, 243, 244. 

„ nitrite, 243. 

„ p-nitrobenzoate, 244. 

„ o-nitrophenoxide, 244, 

JJ JP" 55 55 5 244, 

„ a-nitroso-^-naphthoxide, 244. 

„ ^^-octoate, 244. 

„ oxide, 24:3, 244. 

„ pyrophosphate, 244. 

„ trinitro-a-naphthoxide, 244. 

„ trinitro-m-tolyloxide, 244. 
di-p-tolyl bromide, 243. 

„ „ chloride, 243. 

di“0" ,, ,, , 243. 

dipropyl bromide, hydrosulphide, hydroxide, iodide, 241. 

„ chloride, 37, 24L 
di-^sopropyl chloride, nitrate, 242. 


Silicon. 

isoAmjl siliconio acid, 259. 
isoAmyl silicon trichloride, 264, 256. 

„ „ trichlorosilioane, see «5oAmyl silicon trichloride. 

„ „ triethoxy silicon, 266. 

Anhydrobisdibenzylsilioanediol, 276, 277, 

Anhydrobisdiphenylsilicanediol, 248, 271-274. 

,, „ „ , crystallographic measurements of, 365. 

Anhydrobisphenylethylsilicanediol, 276. 

Benzyldiethylsiliool, 270. 

BenzylethyK«obutylohlorosilicane, 267, 281. 

Benzylethyhsobutylsilicol, 271, 281. 

„ „ „ , sulphonation of, 271. 

Benzylethylbutylsilioyl oxide, 280, 281. 

BenzylethyK^obutylsilicyl chloride, see BenzylethyKsobutylchlorosilicane. 
Benzylethyldiohlorosilicane, see Benzylethyl sihoon dichloride. 
Benzylethyldipropylsilieane, 264. 

„ „ „ , sulphonic acid and salts, 264. 

BenzylethylpropyKeobutyls^cane, 265. 

„ „ „ , sulphonic acid and salts, 264, 265* 

Benzylethylpropylohlorosilicane, 264, 266, 267, 271, 285. 
BenzylethylpropylsiHcol, 266, 270, 271, 280. 

„ „ „ , sulphonic acid and salts, 265, 271. 

Benzylethylpropyl silicon chloride, see Benzylethylpropylchlorosihcane. 
Benzylethylpropylsflicyl oxide, 280. 

Benzylethylsilioanediol, 278, 279. 

Benzylethyl silicon dicldoride, 266-268, 271, 280. 

Benzylethylsihcone, 270, 280. 

Benzylmethylethylpropylsilicane, 265. 

55 55 55 5 sulphonlc acld and salts, 265. 
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Benzyl orthosilicio acid triethyl ester, 284. 

„ m-silioic acid, 270. 

„ silicon trichloride, 262, 2,69, 270, 284 
Benzyltrichlorosilicane, see Benzyl silicon trichloride. 

Benzyltrimethylsilicane, 262. 

Bisethoxyphenyl-jp-bromophenyldisiloxane, 3 63* 

Bis-(triethylinonosilyl)-ether, 257. 

Bis-^-triethylsilylbenzene, 363. 

Bis- (tripropylmonosilyl)-ether, 257. 

^-Bromophenyl silicon trichloride, 263, 269, 

jp- „ „ „ , esters derived from, 363. 

2 ?-Bromophenyltriethylsilioane, 266, 264. 

„ „ „ „ , alcohols derived from, 373. 

^i-BiityltrichlorosiHcane, 251. 

,, „ ,, , 251, 2S3, 

2 ?-Chlorophenyltriothylailicane, 263. 

;p-Chlorophenyltri-w-propylsilieane, 264. 
p-Chlorophenyl-silicon trichloride, 264, 269. 

Chlorotriethoxysilicon, 257. 

Cyclopentamethylenesilicon dichloride, 282. 

Cyclopentamethylenesilicone, 282. 

Dianhydrotrisdibenzylsilicanediol, 277, 273, 

Dianhydrotrisdiphenylsilicanediol, 248, 273, 274. 

„ „ 99 9 crystallographic measurements of, 366. 

dZ-Dibenzyldiethyldipropylsilicoethane, 285. 
dZ-Dibenzyldiethyldipropylsilicoethane, sulphonation of, 286. 

„ „ „ „ disulphonic acid, Z-menthylamine salt, 286. 

Dibenzylethylchlorosilicane, 266, 268. 

Dibenzylethylpropylsilicane, 264. 

„ „ „ , sulphonic acid and salts, 264. 

Dibenzylethylsilicol, 270. 

Dibenzylethyl silicon chloride, see Dibenzylethylchlorosilicane. 
Dibenzylethylsilicyl oxide, 270. 

Dibenzylmethylsificol, 270. 

Dibenzylmethylsilicyl oxide, 282. 

Dibenzylsilicanediol, 258, 276, 276. 

Dibenzyl silicon dicliloride, 268, 275. 

Dibenzylsilicone, 270- 
Dibromoethyl-silicon dichloride, 254. 

Diethylchlorosilicon ethyl ether, 256. 

Diethyl silicon dichloride, 252, 263, 258. 

Diethylsilioone, 254, 258. 

Diethyl silicon oxide, 258. 

Diethylcyolopentamethylenesilicane, 282, 361. 

Dimethyldiethylsilicane, 252. 

Dimethylethyl-isobutylsilicane, 252. 

„ „ -?j-propylsilioane, 252. 

Dimethyldipropylsilicane, 252. 

Dimethyl silicon dichloride, 282. 

Diphenoxydiphenylsilicane, 290. 

Diphenosyoctaphenylsiliootetrane, 290. 

Diphenylohlorosilioane, see Diphenyl silicon dichloride. 
dZ-Diphenyldiethyldipropylsilicoethane, 285. 

DiphenyldiethylsiHcane, 263. 

Diphenyldimethylsilicane, 263. 

Diphenylethylchlorosilioane, 266, 280. 

Diphenylethylsilicyl chloride, see Diphenylethylchlorosilioane. 
Diphenylethylsilicyl oxide, 280. 

DiphenylmethylcMorosilicane, 266. 

Diphenylmethyl siHool, 280. 

Diphenylmethylsilicyl oxide, 280. 

Diphenylsilioanediol, 248, 259, 271-276, 288, 290. 

„ „ , orystallographio measurements of, 364. 

Diphenyl silicon dibromide, 268. 

Diphenyl silicon dichloride, 263, 267, 268, 272, 283, 287, 290. 

Diphenykilicone, 273, 279. 
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Ethyl isobutyl silicon chloride, 263, 

„ ortho-2 : 4-dimethylailicobenzoate, 284. 

„ orthosilico-butyrate, 266. 
p-Ethylphenyltriethylmonosilane, 363. 

Ethyl «-propyl silicon chloride, 252, 

Ethysiliconic acid, 258. 

Ethyl silicon trichloride, see Ethyltrichlorosilicane, 
Ethyltriohlorosilioane, 262, 264, 266, 268. 

Ethyl triethoxy silicon, 256, 268, 259. 

Ethyl trimethoxy silicon, 256, 269. 

Hexaethylsilieoethane, 259. 

Hexamethylsilicoethane, 259. 

Hexaphenylsiliooethane, 284, 361, 

^-lodophenyltriethylsihcane, 264. 

MethoxyethoxysOicon diohloride, 284. 

Methylethylpropylsilicol, 264. 

Methyl monosilicio acid, 256. 

Methylsilioonio acid, 258, 361. 

Methyl triethoxy silicon, 258. 
a-Naphthyl silicon trichloride, 269. 

OctaphenylcyolosUicotetrane, 288-290, 

Octaphenyldiethylsilicotetrane, 288. 

Ootaphenyldi-iodosiliootetrane, 287. 

Octaphenylsilicotetrane oxide, 287, 288. 

Orthosilicoacetic acid triethyl ester, 256, 258, 
a-Orthosiliconaphthoic acid triethyl ester, 284. 

Phenoxydiphenylsilicyl chloride, 290. 

„ „ „ „ , sulphonation of, 290. 

Phenoxymethoxyethoxymenthoxysilicon, 284. 
Phenoxymethoxyethoxysilicon chloride, 284. 

Phenoxymethoxysilicon diohloride, 284. 
Phenylbenzylethylpropylsilicane, 265. 

„ „ „ , sulphonic acid, 265. 

Phenylbenzylsilicanediol, 279. 
Phenyl-^3-bromopheuyldichloromonosilane, 3 63. 
Phenyl-p-bromophenyldiethylmonosilane, 363. 

Phenyldiethylsilicol, 270. 

Phenyldiethylsilioyl oxide, 270. 

Phenyldimethylethylsihoane, 262, 264, 

Phenylethyldipropylsilioane, 285. 
Phenyl-^j-ethylphenyldiethylmonosilane, 363. 
Phenylethylpropylchlorosilicane, 267, 270, 285. 

Phenylethylpropylsilicol, 270. 

Phenylethylpropyl silicon chloride, see Phenylethylpropylchlorosilicane. 
PhenylethylsUicanediol, 275, 278. 

Phenylethyl silicon dichloride, 266-268, 270, 280, 285. 
Phenylethylsilicone, 270, 280. 

Phenyl-metasilicio acid, 283. 

Phenylmethylethylpropylsilicane, 264. 

Phenylmethylethylsilicol, 270, 

Phenyl silicon trichloride, 77, 262, 263, 267, 268, 283 
Phenyltriethylsilicane, 263. 

Phenyltiimethylsilicane, 262. 

Propylsiliconio acid, 259. 

Propyl sihcon trichloride, 252, 254, 266, 259. 

„ trichlorosilicane, see Propyl silicon trichloride. 

„ triethoxy silicon, 256. 

Silico-acetio acid, 268. 

Silico- benzoic acid, 283. 

9 , „ „ , triethyl ester, 283. 

„ „ anhydride, 279. 

„ -butyric acid, 259. 

Silicochloroform, 250, 251. 

Silicoheptyl ethyl ether, 251, 255. 

Silioohexoic acid, 269. 

Silioohydrocarbon, “ unsaturated,” Si 4 Ph 8 , 287. 
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Silicohydrocarbon, “ saturated,” Si 4 PJi 8 , 288. 

„ „ , [SiPha]^, 288, 289. 

a-Siliconaphthoic acid, 283. 

Silico-propionio acid, 268. 

Silicotoluic anbydride, 279. 

Silicon diethyl diethyl ether, 265, 256, 258. 

„ „ ether, 253. 

„ ethyl triethyl ester, 254. 

„ propyl „ „ ,254. 

„ tetraethyl ester, 256. 

„ tetraphenyl, 262, 317, 340. 

„ triethyl ether, 255. 

„ „ ethyl ether, 250, 253. 

Sulphobenzylethylisobutylsilicyl oxide, 281. 

»» « « . sulphonio acids and salts, 281, 282. 

Sulphobenzylethylpropylsilicyl oxide, 280. 

»» « 99 9 , , sulphonio acids and salts, 280, 281. 

Tetra-25oamylsilicane, 250. 

Tetra-anhydrotetraldsdiphenylsilicanediol, 21Z, 275, 288, 361. 

99 99 99 99 , orystallogTaphic measurements, 368. 

Tetrabenzyl silicane, 262. 

Tetraethoxysilicon, 256, 258. 

Tetraethyl^cane, 23, 250, 252, 253, 361. 

Tetramethyl silicane, 18, 248, 361. 

Tetranitrophenyl silicane, 26^ 

Tetraphenyl silicane, 259, 262, 266, 268, 361. 

Tetrapropyl silicane, 24 250, 251. 

Tetra-w-tolyl silicane, 262. 

« -P- 99 99 9 262. 

Tolylsiliconic acid, 283. 

5 )-Tolyl silicon trichloride, 269. 

Tri-wamylbromosilioane, 253, 266. 

Tri-i5oamylsilioane, 261. 

Tri-woamylsiliool, 256. 

Tri-i5oamyl silicon bromide, see Tri-i^oamylbromosilicane. 

Tri-wamyl silicon oxide, 250, 258. 

Trianhydrotetrakisdiphenylsilicanediol, 275, 361. 
Trianhydrotrisdibenzylsilicanediol, 276,-278. 

„ 9 , 99 9 crystallographic measurements of, 369. 

Trianhydrotrisdiphenylsilicanediol, 273, 274, 290. 

„ „ „ , orystallographio measurements of, 367. 

Tribenzylchloro^cane, 266. 

Tiibenzylsilicol, 266, 270, 

Tii"»5obutylbromosilioane, 263. 

Tri-i.sobutylsilicane, 251, 253. 

Triohlorosilicane, 250, 251. 

Trichloro-jp-triethylsilylphenylmonosilane, 363. 

Triethoxysilicon chloride, 266. 

Tiiethylacetoxyethylsilicane, 252. 

TriethyHfioamylsilicane, 252. 

Triethylbromosilicane, 250, 261, 253, 363. 

Triethylbromo-jj-phenylmonosilane, 291, 362. 

Triethyl-n-butylsilioane, 252. 

TriethyH^obutylsilicane, 252, 

Triethylohloroethylsilioane, 250, 252. 

Triethyl-jp-ohlorophenylmonosilane, 291, 362. 

Triethylchlorosilioane, 253, 265. 

Triethylhydroxyethylsilicane, 252. 

Triethyl-jp-iodophenylmonosilane, 362. 

TriethylphenylSlicane, 362, 

Tri-n-propyl-jp-chlorophenylmonosilane, 362. 

Triethyl-w-propylsilioane, 252. 

Triethylsilicane, 23, 251. 

Triethylsilicol, 253, 254, 259, 363. 

Triethyl silicon acetate, 253, 264. 

„ „ chloride, ^ee Triethylchlorosilioane. 
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Triethyl silicon oxide, 253, 257 . 

Triethylsilicyl ethyl ether, 23. 

1 -Triethylsilyl-4-triethylstannyl-benzene, 291 , 

1- „ „ -4-trimethylplumbyl-benzene, 291. 

1- „ „ -4-diphenylarsyl benzene, 291. 

Trimethylisoamylsilioane, 252. 
Trimethyl-?i-butylsilicane, 251. 
TrimethyHsobutylsilioane, 261. 

Trimethylethylsilioane, 251. 

Trimethyl-n-propylsilicane, 24, 251 ^ 253, 257. 
Trinitrophenyls^col, trisulphonate of, 269. 
Triphenylbromosilicane, 263, 2dd, 268, 361. 
Triphenylchlorosilicane, 262, 263, 255, 267, 269, 284. 
Triphenylethylsilicane, 263. 

Tiiphenylmethylsilioane, 262. 

Triphenylsilieane, 263. 

Triphenylsilicol, 262, 266, 269 ^ 280. 

,, „ trisulphonic acid, 269. 

Triphenyl silicon acetate, 266. 

„ „ bromide, Triphenylbromosilicane. 

„ „ chloride, see Triphenylchlorosilicane. 

„ „ oxide, 361. 

Triphenylsilioylamine, 266. 

Tripropylbromosilicane, 255, 255. 

Tripropylsihcane, 250, 251 . 

Tripropylsilicol, 253, 255. 

Tripropyl silioon acetate, 255, 255, 258. 

„ „ bromide, 255. 

„ „ oxide, 251, 253, 257 . 


Germanium. 

Dimethylaminophenylgermanic acid anhydride, 299. 
Dimethylanilino germanium trichloride, hydrochloride of, 299. 
Disodium diphenyl germanide, 296. 

Germanium dimethylanilino triphenyl and hydrochloride, 298. 

„ ethyl triphenyl, 298. 

„ tetra-isoamyl, 293. 

„ tetrabenzyl, 298. 

„ „ tetrasulphonic acid and barium salt, 298. 

„ tetra-74-butyl, 293. 

„ tetraethyl, 291, 292 , 293 , 361. 

„ tetramethyl, 291 , 292 , 361. 

„ tetraphenyl, 294 , 295, 297, 361. 

„ tetrapropyl, 293. 

„ tetra-jp-tolyl, 297 , 298 

„ triphenyl anisyl, 298. 

« -jp-tolyl, 298. 

Hexaphenyldigermane, 224 - 296 , 361. 

Phenylgermanio acid anhydride, 298. 

Phenylgermanonio acid, 297. 

Sodium triphenyl germanide, 294, 295 , 296. 

,9 „ germanolate, 296 , 297. 

Tetra-anhydrotetraMsdiphenylgermanediol, 297 , 361. 
Tetraphenylgermane, 294. 

^-Tolylgermanic acid anhydride, 299. 
Trianhydrotetrakisdiphenylgermanediol, 297 , 361. 
Trimethylstannyl-triphenylgermane, 296. 

Triphenylgermane, 296. 

Triphenylgermanol, 297, 

Triphenylgermanium bromide, 294 , 296-298, 361. 
chloride, 294. 
fluoride, 294 , 296. 
iodide, 294. 
oxide, 294 , 297, 361. 
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Tin. 

1 : 10-Bis-triethylstannyl-?j-decane, 330. 

1:5- „ „ -9i-pentane, 330, BSl, 373. 

Dimethylmethylene staimane, 316. 

Bisodium dimethyl staimane, 313, 31S, 316. 

„ diphenyl stannide, 320, 329. < 

„ hexamethyl tristannane, 315, 316. 

„ tetramethyl-distannane, 315. 

„ tin diphenyl, see Disodium diphenyl stannide. 

Dodecamethylpentastannane, 316. 

Ethyl stannonic acid, 313. 

Hexabenzyldistannane, 327. 

Hexa-isobutyldistaimane, 315, 372. 

Hexaoyclohexyldistannane, 327. 

Hexaethyldistannane, 305, 306, 314, 372. 

Hexamethyldistannane, 314. 

Hexaphenyldistannane, 327, 361. 

Hexa-w-propyldistannane, 315, 372. 

Hexa-^-tolyldistannane, 327. 

Hexa-;p-xylyldistannane, 327. 

Methyl stannonic acid, 311, 312, 361. 
i^o-Propyl staimonic acid, 313. 

Sodium tin triphenyl, 328, 329. 

Sodium trimethyl stannide, 304, 314. 
52/m.-Tetraethyldi-wobutyl-distannane, 315, 372. 
sym.- „ „ -w-propyl- „ , 315, 372. 

Tin di-45oamyl, 310. 

„ dibenzyl acetate, 325. 

„ „ chloride, 321, 325. 

„ „ dibromide, di-iodide, oxide, 326. 

„ di-wobutyl salts, 310. 

„ dicj^clohexyl, 327. 

„ dicyclohexyl dibromide, 318, 325. 

„ „ dichloride, difluoride, dihydroxide, di-iodide, 325, < 

„ diethyl, 300, 301, 309, 313, 314. 

„ diethyl- w-amyl bromide, 331, 373. 

„ „ ii'o-amyl bromide, 370. 

„ „ „ chloride, 370. 

„ „ -5-bromoamyl bromide, 329, 330, 373. 

„ „ wobutyl bromide, 370. 

„ „ cyclopentamethylene, 329, 330, 361, 373. 

„ „ di-wo-amyl, 370. 

„ „ dibenzyl, 320, 

„ „ dibromide, 309, 311, 329, 330, 371. 

„ „ di-wobutyl, 370. 

„ „ dichloride, 302, 303, 309, 311, 313, 360. 

„ „ di-iodide, 18, 21, 302, 303, 306, 309, 329. 

„ „ oxide, 309, 313. 

„ „ 7i-propyl bromide, chloride, 370. 

„ ,, salts, 309—311. 

„ dimethyl, 313, 315. 

„ „ -5-bromoamyl bromide, 329, 373. 

„ „ -cyclopentamethylene, 329, 331, 373. 

„ „ di-isobutyl, 370. 

„ „ diethyl, 18, 303, 360. 

„ „ dibromide, 308, 313, 315, 316, 329. 

„ „ dichloride, 303, 308, 314. 

„ „ di-iodide, 308, 329, 371. 

„ „ ethyl bromide, 303. 

„ „ ethyl propyl, 303. 

„ „ diphenyl, 320. 

„ „ salts, 308, 309. 

„ di-a-naphthyl, 327. 

„ diphenyl, 326, 327, 329. 

„ diphenyl aminoohloride, 325. 
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Tin diphenyl ohlorobromide, cbloro-iodide, 324. 

„ „ dibromide, 324. 

„ „ dichloride, 77, 225, 322, 323, 324, 361. 

„ „ diethoxide, 324. 

„ „ difluoride, 324. 

„ „ hydride, 329. 

„ „ hydroxychloride, 324, 360. 

„ „ oxide, 324. 

„ di-l^-propyl salts, 310. 

„ di-isopropyl salts, 310. 

„ di-^?-tolyl, 326, 

„ di- 5 ?-xylyl, 327. 

„ ethyl butyl dibenzyl, 320. 

„ „ di-isoamyl bromide, 370. 

„ „ dibenzyl iodide, 320. 

„ „ dibutyl benzyl, 320. 

„ „ di-isobutyl bromide, 370. 

„ „ phenyl dichloride, 326. 

„ „ w-propyl di-isoamyl, 303. 

„ „ propyl dibenzyl, 307, 320, 321. 

„ „ „ dichloride, 307. 

„ „ tribromide, 313. 

„ „ tri-isobutyl, 369. 

„ „ tri-w-propyl, 369. 

„ methyl ethyl dibromide, 303. 

„ „ „ dipropyl, 303. 

„ ,, „ 7i-propyl deojiro-bromocamphor sulphonate, 307, 308. 

„ „ „ „ „ -camphor sulphonate, 307. 

„ „ „ iodide, 307. 

„ „ sidphate (basic)', 312. 

„ „ tribromide, tricldoride, 312. 

„ „ tri-iodide, 301, 311, 312. 

„ isopropyl tribromide, 313. 

,, „ trichloride, 313. 

„ tetra-isoamyl, 302. 

„ tetrabenzyl, 318. 

„ tetrabromide, physical constants of, 371. 

„ tetra-isobutyl, 302. 

„ tetra-cyclohexyl, 31^, 323, 325. 

„ tetraethyl, 21, 26, 300, 301, 302, 305, 309, 361, 371. 

„ tetramethyl, 301, 304, 305, 312, 315, 361. 

„ tetraphenyl, 13, 316, 321-324, 329, 360, 361. 

„ tetrapropyl, 24, 37, 302. 371. 

,, tetra-a-thienyl, 318. 

„ „ -o-tolyl, 317. 

,, ,, -771- ,, , 317. 

„ „ -774-xylyl, 317. 

99 99 '‘P“ 99 9 317. 

„ tri-iso-amyl salts, 371. 

„ tribenzyl chloride, 320, 323, 325, 327. 

„ „ iodide, 327. 

„ ethyl, 320. 

„ tri-isobutyl iso-amyl, 369. 

„ tri-isobutyl salts, 306, 307, 371. 

„ tricyclohexyl bromide, 319, 323. 

9 , 9 , „ chloride, 318, 323. 

9> 99 99 ®thyl, 320. 

99 99 99 fluoride, hydroxide, iodide, 323. 

99 99 99 methyl, 319, 

99 99 99 phenyl, 319. 

99 99 99 p-tolyl, 319. 

„ triethyl isoamyl, 369. 

„ „ 7t-amyl, 329, 330, 331, 373. 

„ „ bromide, 291, 305, 314, 330, 331, 371. 

99 99 -6-bromoamyl, 329, 330, 373. 

„ „ isobutyl, 369. 
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SUBJECT INDEX. 

Tin triethyl carbonate, 302, 

„ „ chloride, 302, ZO^, 314, Zlh 

„ „ ethylate, 371. 

„ „ ethyl sulphonate, 302. 

„ „ iodide, 18, 300-303, ZOS, 309, 314, 360, Zri. 

„ „ methyl, 18, ZOZ, 

„ „ phenyl, 321, 326. 

„ „ w-propyl, ZOZ, Z69, Z7h 

„ salts, ZOh, Z06. 

„ trimethyl, 304, 305, Z14. 

„ „ benzyl, 321. 

„ „ bromide, 296, 300, 303, Z04, 314, 321, 328. 

„ „ -5-bromoamyl, 330, ZZl, Z7Z, 

„ „ chloride, fluoride, 304. 

„ „ ethyl, 302. 

„ „ ethylate, 305. 

„ „ hydroxide, 305. 

„ >» » electrical conductivity of solutions of, 305. 

„ „ „ , complexes of, 305. 

„ „ iodide, 301, 302, Z04, 321, Z71. 

» j, phenyl, 321. 

„ „ w-propyl, 303. 

„ (trimethylstannyl)-amine, 321. 

„ trimethyl sulphide, formate, acetate, 305. 

„ triphenyl, Z28, 361. 

„ „ bromide, Z22, 327, 361. 

„ „ chloride, 318, Z22, 325, 360. 

„ „ oyclohoxyl, 318. 

„ „ ethyl, 319. 

„ „ fluoride, 322, 

„ „ hydride, 328. 

„ „ iodide, 319, Z22. 

„ „ methyl, 319. 

„ a-naphthyl, 318. 

„ „ i>-tolyl, 318. 

„ „ i?-xylyl, 318, 

„ t^i-?^-propyl isobutyl, 369, 

„ tripropyl chloride, ZOS, Z71. 

„ „ iodide, 37, 302, ZOS, Z71. 

„ tri-isopropyl bromide, chloride, iodide, Z06, Z71, 

„ tripropyl salts, 306. 

„ tri-isopropyl salts, 306. 

„ tri-o-tolyl bromide, chloride, iodide, 322. 

5> "jp" » 99 9 Z22) 327. 

„ „ „ „ chloride, fluoride, 322. 

„ tri-m-xylyl fluoride, 322. 

„ 99 -p- 99 99 9 chloride, bromide, iodide, 323. 

l.Triethylsilyl-4-triethylstannyl benzene, 291. 
l-Trimethylstannyl-5-trimethylplumbyl-w-peiitanc, 330, ZZl, 37Z, 
Trimethyltriethyldistannane, 314. 

Tnphenyltrimethyldistannane, 328. 


Lead, 

1 : 6-Bis-tiimethylpliimbyl-«-pentane, 330/ Z5Z, 379, 
Lead isobutyl isoamyl dibromide, 339. 

„ „ tri-isoamyl, 375. 

„ di-isoamyl dibromide, diohloride, 338. 

„ „ „ ethyl propyl, 377. 

„ di-isobutyl chlorobromide, 338. 

„ „ „ dibromide, diohloride, 338. 

„ dioyolohexyl dibromide, 342, 348. 

„ „ „ diohloride, di-iodide, sulphide, 348. 

„ diethyl isoamyl chloride, 339. 

„ „ -5-bromoamyl bromide, 353. 

„ „ isobutyl isoamyl, 377. 
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ORGACTOMETALLIC COMPOim)S. 

Lead diethylcyolopentametliylene, 552, 353, 361, 57P. 

99 

diethyl di-i^oamyl, 376. 

99 

99 

dibromide, 338. 

99 

99 

di-«5obutyl, 376. 

99 

99 

dichloride, 335, 338, 351, 352, 360. 

99 

99 

di-a-naphthyl, 343, 360. 

99 

99 

diphenyl, 338, 343, 360. 

99 

99 

di-%-propyl, 376. 

99 

99 

99 

99 

di-5ec.-propyl, 376. 
methyl i^oamyl, 377. 

99 

99 

„ t^obutyl, 377. 

99 

99 

,v propyl, 377. 

99 

99 

propyl woamyl, 336, 37/. 

99 

99 

„ sec.-amy], 377. 

99 

99 

„ n-bntyl, 377. 

99 

99 

„ wobutyl, 377. 

99 

99 

„ 5ec.-butyl, 377. 

99 

99 

n-propyl ^ec.-propyl, 377. 

99 

, estimation of in organic componnds, 334. 

99 

ethyl tsoamyl diehloride, 339. 

99 

99 

tsobntyl dibromide, 339. 

99 

99 

-5-chloroamyl dioMoiide, 352, 355. 

99 

99 

-n-propyl-w-butyl-isoamy], 336. 

99 

dimethyl sec.-bntyl Moamyl, 377. 

99 

99 

99 

99 

di-t^oamyl, 376. 

dibromide, dichloride, di-iodide, pxide, sulphide, chromate, 338. 

99 

99 

99 

99 

di-wobutyl, 376. 
diethyl, 335. 

99 

99 

di-w-propyl, 376. 

99 

9t 

ethyl i^oamyl, 377. 

99 

99 

„ ^ec.-amyl, 377. 

99 

99 

„ ijobutyl, 377. 

99 

•9 

„ 5ec.-butyl, 377. 

99 

99 

„ 7i-propyl, 336, 377, 

99 

99 

„ 5ec.-propyl, 377. 
propyl i5o-amyl, 377. 

99 

99 

99 

diphenyl, S48, 349, 

99 

99 

carbonate (basic), 346. 

99 

99 

chromate, 347. 

99 

99 

cyanide (basic), 347. 

99 

99 

cyclohexyl bromide, 351. 

99 

99 

„ methyl, 351. 

99 

99 

diacetate, 346, 347- 

99 

99 

dibromide, 342, 343, 545. 

99 

99 

dichloride, 340, 545, 360, 361. 

99 

99 

99 

99 

dicyanide, 347. 
dicyclohexyl, 342. 

99 

99 

diformate, 346. 

99 

99 

di-iodide, 342, 545, 350. 

99 

99 

di-a-naphthyl, 342. 

99 

99 

dinitrate, 545, 347. 

99 

99 

„ (basic), 346. 

99 

99 

di-jp-nitrobenzoate, 347. 

99 

99 

di-o-tolyl, 342, 

99 

99 

di-^?-tolyI, 349. ‘ 

99 

99 

dithiocyanate, 347. 

99 

99 

di-trichloroacetate, 346. 

99 

99 

divalerate, 346. 

99 

99 

di- 5 ?-xylyl, 342, 351. 

99 

99 

ethyl bromide, 351. 

99 

99 

iodate, 346. 

99 

99 

methyl bromide, 351. 

99 

99 

oxalate, 346. 

99 

99 

oxide, 346. 

99 

99 

phosphate, 346. 

99 

99 

propionate (acid salt), 346. 
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Lead diphenyl sulphide, 347. 

» jp-xylyl, 351. 

„ di-w-propyl dichloride, 338. 

„ di-jp-tolyl diacetate, 847 ^ 348. 

„ „ dibromide, dichloride, 347. 

„ „ diformate, 347. 

,> „ di-iodide, 847 , 360. 

„ „ dinitrate, 347. 

„ „ sulphide, chromate, 348. 

„ di-wi-xylyl diehloride, 350, 860 . 

„ di-^)-xylyl dibromide, 345, 848 , 350- 

„ ethyl tri-isoamyl, 375. 

„ „ tri-isobutyl, 375. 

„ „ tri-7i-propyl, 375. 

„ methyl ethyl chohloride, 338, 

9 » *» ,» di-iodide, chromate, sulphide, 339. 

9 , „ „ w-propyl isoamyl, 336. 

»» « » », asobutyl, 336. 

„ „ 7i-propyl isoamyl chloride, 339. 

„ „ tri-isoamyl, 375. 

„ „ tri-isobutyl, 375. 

„ „ triethyl, 334, 386 , 360, 874 . 

„ „ tri-7i-propyl, 375. 

„ phenyl cyclohexyl methyl bromide, 351. 

„ ?i-propyl isoamyl dichloride, sulphide, 339. 

„ „ isobutyl dibromide, sulphide, 339. 

„ „ „ dichloride, 339. 

„ ,, tri-isoamyl, 375. 

„ ,, tri-isobutyl, 375. 

„ totra- isoamyl, 333. 

„ tetra-isobutyl, 333. 

„ tetracyclohexyl, 841 , 348. 

„ tetraethyl, 21, 888 , 360, 361. 

„ tetramethyl, 888 , 336, 361. 

„ tetraphenyl, 317, 889 , 340, 343-346, 360, 361. 

„ tetra-9i-propyl, 333. 

„ tetra-sec.-propyl, 333, 

„ tetra-a-thienyl, 341. 

„ tetra-p-tolyl, 840 , 347. 

„ tetra-jp-xylyl, 341. 

„ tri-isoamyl chloride, bromide, iodide, fluoride, hydroxide, 338. 
„ tri-isobutyl isoamyl, 375. 

„ tri-%-butyl chloride, bromide, hydroxide, 337. 

„ tri-isobutjrl chloride, bromide, iodide, fluoride, 337. 

„ tricyclohexyl, 345. 

„ „ „ bromide, chloride, fluoride, hydroxide, 345. 

„ „ „ iodide, 845 , 351. 

„ triethyl, 339, 

„ triethyl ?i-amyl, 858 , 879 . 

„ „ isoamyl, 885 , 374 . 

„ „ sec.-amyl, 375. 

„ „ benzyl, 343, 878 . 

„ „ -6-bromoamyl, 858 , 879 . 

„ „ isobutyl, 885 , 874 . 

„ „ sec.-butyl, 375, 

„ „ bromide, iodide, 336. 

„ „ chloride, 886 , 339, 360. 

„ „ hydroxide and salts, 886 , 387 , 339* 

„ „ a-naphthyl, 378. 

„ „ phenyl, 378. 

„ „ 7i-propyl, 385 , 874 . 

„ „ o-tolyl, 378. 

„ „ jp-tolyl, 378. 

„ trimethyl isoamyl, 885 , 874 . 

„ „ bromide, 330, 331, 334, 336 , 353. 

„ „ ^-butyl, 835 , 374 . 
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Lead trimethyl wobutyl, 555, 374* 

„ „ chloride, 291, 334, 336* 

„ „ ethyl, 354, 338, 574. 

„ „ fluoride, hydroxide, iodide, 336. 

„ „ phenyl, 378. 

„ „ w-propyl, 534, 374. 

„ „ wpropyl, 375. 

„ „ sulphate, 331, 355. 

„ „ o-tolyl, 378. 

,» » p-tolyl, 378. 

„ triphenyl, 349, 361. 

„ „ bromide, 341, 544, 351, 361. 

„ „ chloride, 345, 344, 

„ „ cyolohexyl, 342, 351. 

„ „ ethyl, 351. 

„ „ fluoride, 344. 

„ „ iodide, 343, 344, 349. 

„ „ methyl, 351. 

„ „ a-naphthyl, 342. 

„ „ 3 J-phenetyl, 341. 

„ „ j3-phenoxyphenyl, 342, 

„ „ sulphide, 344. 

» » jP-tolyl, 341. 

„ „ m-xylyl, 341. 

„ „ p-xyljl, 341. 

„ tri-w-propyl ^Voamyl, 375. 

„ „ „ i^obutyl, 375. 

„ „ „ acetate, bromide, chloride, fluoride, hydroxide, sulphate, 337. 

„ tri-o-tolyl, 350. 

99 99 "P" >9 9 344, 350* 

„ „ „ fluoride, iodide, 344. 

„ tri-m-xylyl, 350, 360. 

99 99 “P“ 99 9 344, 345, 350, 

„ „ „ „ bromide, 341, 345, 

„ „ „ „ chloride, 344. 

l-Triethylsilyl-4-trimethylplumbyl-benzene, 291. 
l-Trimethylstannyl-5-trimethylplumbyl-9^pentane, 330, 331, 373, 


PhoSfllOTUS. 

Dimethylamidophosphenyl chloride, 122, 

Diphenyl phosphorus chloride, 16. 

Ethyl dicMorophosphine, 35. 
Phenyl- 2 ?-tolylchlorophosphine, 94, 

Phosphenyl chloride, 77, 94. 
m-Tolyldichlorophosphine, 78. 

Triethylphosphine, 20. 

Trimethylphosphine, 18. 

Triphenylphosphine, reaction with thallic chloride, 360. 
Tripropylphosphine, 24. 
m-Xylyl(ficmorophosphine, 80, 95. 


Arsenobenzene, reaction with mercury diethyl, 35. 
Ethyldichloroarsine, 35. 

Diphenylchloroarsine, 77, 291, 340. 

Dithienylohloroarsine, 83, 98. 
a-Naphthyldichloroarsine, 82. 

99 99 99 9 62. 

Phenylarsenious chloride, 77, 88, 91, 360. 

„ „ oxide, reaction with mercuric chloride, 73. 

• M ^ 99 sulphide, reaction with mercury diethyl, 35. 

Phenyldichloroarsine, see Phenylarsenious chloride. 
Phenyldiethylarsine, reaction with mercury diethyl, 35. 
Thienyldichloroarsine, 83, 98, 
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Triethylarsine, 20. 

l-Triethylsilyl-4-diplienylarsyl benzene, 291. 
Trimethylarsine, 18. 

Triphenylarsine, 226, 360. 

„ „ dichlorido, 360. 

Tripropylarsine, 24. 

Tritilienylarsine, 83. 

Tri-w-xylylarsine, 360. 

>> “P“ ,, , 360. 

wi-Xylylarsenious dichlorido, 80, 360. 
p~ >> >j >j » 360. 

VM-Xylyldichloroarsine, nee m-Xylylarsenious dichloride. 

Antimony. 

Diplienylstibiiio chloride, 340. 

„ „ trichloride, 77, 340. 

Triainsylstibine mercurichloridc, 142. 

Triethylstibinc, 20, 35. 

Trimethylstibine diohloride, 32. 

Triphcnylstibino, 71, 88, 226, 360, 

„ „ dichloride, 77, 360. 

Tri-z/i-tolylstibine niercurichloride, 71, 93. 
Tri-Wi-xyiylstibine, 360. 

„ „ „ dichloride, 360. 


Bismuth. 

Bismuth triethyl, 34, 36. 
Di<a-naphthylohlorobismuthine, 360. 
Diphenylchlorobismuthine, 340, 360. 
Di-jt7-tolylchlorobismuthinG, 360. 
Triothylbismuthine, 29, 41. 
Tri-a-naphihylbismutliine, -43, IX 0. 
Triphenylbismuthine, 77, 242, 360 
Tri-jp-tolylbismuthinc, 243, 360. 

Selenium, Tellurium. 

Selenium, mercury derivatives containing, 217 
Tellurium diethyl, 36. 

Tellurium diphenyl, 77. 

„ „ diohloride, 340. 
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